7BPPROVED oe Ree: wa i a CIA-RDP86- 00513R000723510015- 7 


; 
| 
| 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 


«bE EE al Be a eee ee eee T ee ERA ee Eat Renee BES be alingd ad ES SSR res eR WY ES See rimenerns 


KOCHBTKOY, HE. KUDRYASHOY, Lele} ALEYEYA, R.A. 
ee ee 


Reaction of. f-chlorovinylketones with 6-aicarvony? compounds. 
Part 45: Synthesis of vinyloges of 6 -keto acid esters, Zhur, od. 
ihim, 27 20.622166-2171 de '57. (MLHA 1019) 
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KOCHBTKOY, eX.3 VISOGRADOVA, ¥.¥. 


a Synthesis of aryl ~ A = ketones of vinylsulfones ani aryl-  « 
ketones of vinylsulfoxides. Shur.,obd.khis, 27 no.10:2745-2750 
0 '57. (WTRA 12:4) 
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79422-2/43 
AUTHOR : Kochetkov, N. K,, Khorlin, A. Ya. 


TITLE: Derivatives of deyolo[1,2,2 Jhep tane(Proisvodsyyo .bitsiklo(1,2,2) 
geptena). III. 2-Acylbicyelo{1,2,2)-2-beptenes anda Some of Their 
Reactions (2-Ateiibiteiklo(1,2,2)gepteny-2 1 nekotoryye ikh reaktsii) 


PERIODICAL: Zhurnal obshchey khimii, 1957, Vol 27, Nr 12, pp 5182 - 3189 (ussR) 


ABSTRACT: Reaction of 5 g. p-MeCeH,OCHC:CBCL with 5.5 g. cyclopentadiene over- = 
night in petroleum ether gave 75% 2-(p-toluy])-3-chlorodicyolo[1,2,2)- 
‘hept-5-ene, a, ek - & (BtOAc). Similarly vere obtained: 50% — . 

2-(p-chlorobenzoyl)-3-chlorobicyclo[1,2,2]}bept-5-ene (1), m. 94.5 + 5°; 

10h 2-(p-nitrovensoyl)-3-chlorobicyclo[1,2,2)hept-5-ene, m. 147 - 8°. 
nee. ‘Rydrogenation of I over Pi gave 2-(p-chlorodenroyl )bicyclo- 
1,2,2)heptane, m. 109 - 9.5° (Bt0H); such hydrogenations proceed 
more rapidly in MeoCO than in EtOH or Bt20, Hesting 40 g. 2-acetyl- 
3-chlorobicyelo[1,2,2}heptane in Cele vith 100 ml, Et,N and a little 

‘hydroquinone 20 — 5 hrs, at reflux gave a precipitate of Et,N*HCl] 

and a filtrate which yielded 50% 2-acetylbicyclo[1,2,2}-hept-l-ene 

(rt), b3.4 62 - 6°, bs 76 - 8, neo 1.4992, doy 1.0102 (a Jacrimator), 
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Tye de 22/5 
Derivatives of Bicyelo (Cont) 


whose hereto eT : Par m. 153° coe 69 = 3 pore! . 
2-propionyl-§-chlorebicyelo[2 heptane ga F ony lbicyclo[1, 2, 
i pee (122), bo 59 = 60°, a 1.4950, 4°) 0.9965; (2,4-dinitropbenylhydre- 
zone with m. 145.5 — 6°, sbs. max. 369 - [0 my), Similarly prepared from tha 
Sechioro derivative was 7h, 2% 2-butyroylbicyclo[1,2,2]bept-2-ene, bs 82 - 4°, 
n&? 1.4915, ae 0,9861 (2,4-dinitropbenylhydrazone, m. 129 - 30°, abs. max, 

- 70 my). Similar treataent of 2-benzcyl~}-chlorobicyclo(1,2,2)heptane vith 
oe oe treatment of the crude product with diluted H gave 45. 
. 2-bensoylbicyclo(1,2,2]hept-2-ene (11), m. 80 - 1° ( hy. 3.8 my) (8t20); the 


mother liquor gave 20% of apparently a dimer of the abore m. 130 - 1°, which 
hes no double bond, Reaction of IT vith NaCE(CO,2t) in 6 bre, at 50 - Go” gave 
efter aq. trggtaant 78.0% ai-Et 2-acetylbicyclo(1,2,2]bept-5-ylanlonate, bo 

157 = 60°, n&© 1.4720 (2,h-dinitrophenylhydrazone, m. 150 - 1°). III refluxed 

6 brs, with Ev, qave Then 2-propionyl-3-diethylaminodicyclo(1,2,2}heptane, 
by 89 - 90°, ne 1.4805, a2 0.9440; HCl salt, m. 141.5.- 2.5°; methiodide, m. 


143 = &°, nation of IV over Pi gave a-venscyibicyelo[ 2,2}beptane, d,, 
155 - 80°, n& 1.5540 (2,4-dinitrophenylhydrazone, m. 155 - 5, PRCOCH CHL, 
- D 
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19012-2/43 
Derivatives of Bicyclo (Cont). 


seater lps readily gave 80% 2-benzaylbicyclo[1,2,2]hept-5-ene, by 
ae 6°, n20 1,5660) hydrogenation over Pi gave the saturated analogue, there 


ere 7 references, 5 of which are Soviet, 1 German, and 1 English. 


ASSOCIATION: Nauchno-iseledovatel'skiy institut farmakologii i khimoterapii 
(Scientific Research Institute of Pharmacology und Chemotherapy) 


SUBMITTED: ov, 12, 1956 
AVAILABLE; Library of Congress 


Card 3/5 1. Cyoloheptanes--Derivatives 2. Cycloheptanes--Chemical 
reactions 
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AUTHORS: Sacbatkoy, BH, ¥., Khomutova, Ye. D., Karpeyskiy, 19-12-9/43 
M. Ya., and Khonutov, BR. i. 


TITLE: Investigation in the Series of the Teoxazol (Issledovaniye 
v ryadu isoksasola) 
IV. Synthesis of Some Amines of the Isoxarol Series 
(Sintes nekotorykh aminov ryada izoksazola) 


PERIODICAL; Zhurnal Obshchey Khinii, 1957, Vol. 27, Nr 12, pp. 3210- 
3214 (USSR) 


ABSTRACT; In connection with that, recently obtained in physiological- 
ly active substances, to which the dsoxazol-cycle belongs, 
too, the synthesis of some derivatives of the 4soxasol 
series with an amino group in the eide ohain was carried 
out by the authors. Thus the reaction of the 3-methyi- 
-chioride-isoxasol with diethylaainoethanol leads to 
(190xas0l-3-methy1 )-f-diethylaninoethyl-ether (see fornulae). 
This amino ether forss together with ethyl iodide a 
quartary salt, which is also confirned by its structure. 
Under the sane conditions also the 5-diethylaninomethyl- 
-(soxazol forms a quartary salt, whereas a direct influence 
of the 3-methyl-chloride-isoxazol upon triethyl-asine does 

Card 1/3 not lead to the resul: expected. Furthernore, the authors 
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Investigation in the Series of the Isoxazol 79-12-9/43 
, IY. Synthesis of Some Amines of the Isoxazol Series 


succeeded to bring the 3~sethyl-chloride-isoxzaszol in con- 
densation with aromatic aaines, with the ain to use the 
compounds obtained for the syntheois of the isologues 
(A4sologov) of the known preparation “Anthergan® (antergan), 
having the isoxazol-cyole inatenod of the benzene nucleus 
(cee formulae!). As the halide methyl-isoxasols substituted 
are difficult to approach, a siaple nethod of producing the 
4-2ethyl-chloride-3-dinethyl-3,5-dimsethyl-isoxazol had to be 
worked out. It succeeded to realise this new reaction by 
means of the heating of the 3,5-dinethyl-isoxazol with 
paraformaldehyde in dry tetra-tydrogon-chioride in the pre- 
gence of hydrogen chloride. The yield of 3, 5-dinethyl-4- 
-nethyl-chloride-{soxazol amounted to 20-30%. It was shown 
that the synthesized M-phenyl-H-(3,5-dinethyl-isoxagzolyl-4- 
enethyl)-H, N-dialkyl-ethylene-diamines and the iodine 
ethylate of the 3-diethyl-anino-nethyl-{sozasol deasonstrate 
o weak physiologic activity. There are 7 references, 4 of 
whioh are Slavic. 
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79412=9/L3 
Investigation in the Series of the Iscxasol 
IV. Synthesis of Some Amines of the Iscxazol Series 


ASSOCIATION: Institute of Pharmacology and Chemotherapy of the 
Academy of Medical Sciences, USSR; Moscow State University 
(Institut ic ae a khimioterapii Akadenti 
mediteinekikh nauk 3 Moskovskiy gosudarstvennyy universitet). 
SUBMITTED: October 1, 1956 
AVAILABLE: Library of Congress 


1. Amines - Synthesis 
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AUTHOR: | Koghstkev;—firk., Professor SOV-26-58-3-5/51 


TITLE: The Nucleotides and Their Role in Life Processes (Mukleotidy 
4 ikh rol! v shisnennykh protsessakh) To the Awarding of 
the Nobel Prise to A. Todd (K prisuzhdeniyu Nobelevekoy 
premii A, Toddu) 


PERIODICAL! Priroda, 1958, Mr 3, pp 32-35 (USSR) . 

ABSTRACT! This is a description of research methods employed and re- 
suite obtained by A, Todd in his research on the nucleotides 
and their role in life processes. 

There is 1 photo. 


ASSOCIATION: Moskovekiy gosudarstvennyy universitet ineni M.V¥. Lomonosova 
(Moscow State University imeni M.Y. Lomonosov) : 


1. Nucleotides--Physiological effects 2. Scientific research — 
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809/63-3-6-36/43 
AUTHORS t § Kochetkov, R.Xes Gottikh, B.P., Karpeyskty, M.Yas, Khomutov, RH. 
TITLE: The Configuration of  -Chiorovinylketones (0 konfiguratei1 


p -khlorvinilketonov) 


PERIODICAL! Khimicheskaya neuka 1 promyshlennost', 1°58, Vol III, Ir 6, 
p 534 (UssR) 


ABSTRACT? It ig supposed that & -chlorovinylketones have a trans-con~ 
figuration, since the only product of the oxidation of the 
sodium hypoohlorite of the methyl-f-chlorovinylketone is the 
trans-chloroacrylic acid. 

There are 6 Soviet references. 


ASSOCIATION: Mauchno-~-issledovatel'skiy {netitut fernakologii 1 khimoterapii 
ee Research Institute of Pharmacology and Chemical 
Therapy 


SUBHITTED: Kay 7, 1958 
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16 
§(3) 
AUTHORS s Koche tkov, Bek. and pifant'yev, EeY@o sov/$5-58-5- 18/34 
PI TLE: On S-Heloidpyromucie acid (0 g-galoidpiroslisevyke kislotakh) 


PBRIODICALs VYeatnik Meskovsekogo aniversiteta,Seriys patenatiki, gexheniki, 
estronomii, fisiki nintd , 1958.Nr Sepp 119 - 122 (O38R) 


3 
ABSTRACTs In the synthesis of « naturel ecosbination with furanoyole it be- 
came necessary to produce §-halogenpyromucic acid and to investi- 
te the possibility of replacing the halogen atom in these solids. 
ng results connected with these quest 
tained # BY oxidation of g-nalogen-furfurol by ® 
the authors obtained an easy gethod for the synthesis of 5-Bre- 
nine- snd § dodine-pyromucic acids (outlet more than 50 %). It 
was stated thet under influence of sodius sethylate of the ether 
cic acid there resaite the © 
rosucie acid. Results of ZBe flasarova were used. - There are 1 
references, 3 of whioh are Soviet,4 Gernan,) Aner. 


ASSOCIATION Kafedrs organioheskey khinii (Chair of Organic chenistry) | 
SUBMITTED: Septesder §, 19 
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TITLE: Inveatigations in the Sories of Is0xa ' 
{roysazola) V- Substitution in Oo -Phonyltozacol (7, Canes onansye 
v w-fenilizoxaazole) 
PERIODICAL» Zhurnal Obarchey Khinii, 1958, Vol- 20, fr 2, r.¢ 359 ° 343 (U33K) 
ABSYRAC?T! che isoxazol dorivatives were discovered in tie gear 3296 vlawere 
theless the conpounds of thia class ure relatively Lit.le iaowme 


at the individual represent. tives wg this class 


sy of nitratin, (r.terenee 1)s 

lfonating (r-feresce 3). But she 
arowtie coapourd a has 
1 nucleus 


It is wall known th 
of coapounds possess the capabili 
halogenating (reference 2), and su 
;osition of {soxazol in the serios of other 
Viterto not been doternined. The notivity of tc 420n..40 
in the aubstitution reaction is, in congarigen vita othor arountic 
ggateas, not inveaticated. The authors inveatizated the aosivity of 
the igoxazol nucleus in the raactions of the electro sila gubstig 
tution, auch as nitration, halo,jenasion cne nexcuritutlone shez 
wuntad to deteraince the activity of the fgozacel muclerls for exe 
aaple in comparison to the benzene nucleus. As firs’ eiuaple they 
selected the little knowm a -phenylizoxazol. ig nitracion of 
Card 1/3 a -phonglisexazol with a aisture of suifuric and nitro 2nous acid 


Se ee 
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Investic:tiona in the Series of Isoxazols. V- Substitution 2 @ Pianylisoxa- 


sol 
uaa yerforned under cooling. At a total gield of 75 ye . ature 


of nitro products waa elininated which contained 45 hol & hp 
ant STOP ae eee! and 30 % o& eyhenylnitredgoxazcl X (ype 
enitrophonyl -isoxazol is {dentical with the substance ovtsined 
fru penitrophenyl- 6 echlorovinylketone and the hydres loride of 
i, droxy lasine (roferonce 4). Benzoic acid waa elininated in the 
oxidation of & phenylnitroisoxazol aith potagjino pec [ANatee 
Duaide thease two producta the aixture contained a gnall «..ount 

- (15 % of the ontire reaction ;roduets) of 3 ron-identificd subatane 
vaich probably repreacnts & nizture of polynitre derived vao and 
qiatruction products. of epneny lbroaoi soxagol with a sicle of 

* 76 ;2 vas obtained b7 propination with an iron catalyat wid heatinds 
Its oxidation with potasaiua peraanganate jielda benzoic acid with 
a yield of 74 %, which contradicts a pouible presence of a second 
igoaar.e The swereurization with mercury acetate procedds aofter 
than that of benzene (rofarence 5) and yields the nercury acet.te 
of Oephenyligoxanol with a 90 % yield. In this connection only 
the isoxazol nucleus 13 percurized. The position of th. aubstitue 
ents in the 4go0xaz0l nucleus of of phenyl isoxazol 43 ct present 
determined in tha ontained conpoundse Me assunption tat they oce 


cupy the «position gecns to he well-founded. Concluzions! In the 


Card 2/3 sgaetions of bromination and nercurization of OL-pheny li aoxazol 
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722=10/64 
Substitution in a -Phenglisoxa- 


Investigations in the Series of Isoxazols. v. 


zol 
the substitution only takes pace 
takes place as well in the phonyl- os in the {oozazol-nucleus. 2 
In the substitution reactions of O& -phenyliaoxasol the Leoxazol 
nucleus is sore active than the phenyl nucleia. chere are 7 ree 


feronces, 1 of which is Slavic. 


in the nucleus. In nitration it 


ASCOCIATION: Moscow State University 
(stoskovakiy gosudarstvennyy universitet) 


SUBMITTED: January 25, 1957 
AVAILABLE! Library of Congresa 
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Sov / 19-28-6-15/65 
AUTHORS : _Koohetkovy ¥o Keo. Gottikh, B. P., Kudryashov, b. I- 
PITLE: The Conversion of p-Chiorovinylketones With p-Dicarbonyl 
Compounds (Vsaim deystviye p-khlorvinilketonoy s f-dikar- 
bonil 'nyai soyedineniyani) V. Yetovinylation of e-Al 1 Ace- 
toncetic Esters (V¥. Ketovinilirovaniye c-alkilatset s- 
nykh efirov) 


PERIODICAL: Fiera abshchey khinii, 1956, Vol. 26, Er 6, pPe 1508-1511 
USSR 


ABSTRACT: In continuation of the previous papers on the synthesis of 
5 y-ketoalkenylualonio esters #% vas of interest to the authors 
to extend the limite of ketonylation of the compounds with 
a movable nethylenc- and methenyl] menbder. Piret the authors 
investigated the ketovinylation of the e-alkylacetoacetio - 
esters desorided in this paper. Based on the experience oole 
lected (Ref 4) on the conversion of the §-chlorovinylketones 
with acetcacetio ester in the presence of potash in boiling 
: toluene, in the presence of only one aovable hydrogen atom, 
Card v/a secondary processes could be excluded in the present case and 
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30V/79-28-6-15/63 
The Conversion of §-Chlorovinylketones With f-Dicarbonyl Cospounds. 
Y. Ketovinylation of a~Alkyl] Acetoscetic Eaters 


the sole formation of products of a normal ketovinylation | 
could be expected. In the conversion of f-chlorovinylketones 
with sodium derivatives of the a-alkyl acetoacetio esters 
in bensene the hitherto unknown o-alkyl-e-(y-ketoalkenyl)~ 
-acetoacetio esters were actually obtained without diffi- 


culty and in good yields: : RS 
RCOCHe=CHC1 +CH, COCR ’ C000, H, emp me OUEese ny coeraes 


Owing to the acceseibility of the initiel substances and its © 
simple method this reaction is a convenient method for the 
synthesis of these interesting and auch promising compounds. 

- They are high-boiling and stable oils shich, however, easily 
resinify in distillation in an insufficient vacuum. Their 
structure is proved analytically. The result. of the hydra- 
tion of one of these compounds points to the presence of a 
double bond in the ketovinylation products, which fact is to 
be proved further by conversions. There are 5 references, 
5 of which are Soviet. 
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AUTHORS: 
TITLE: 


PERIODICAL: 


ADSTRACT: 


Card Le 


Koohetkov, N. K., Kudryashov, L. I. SCV/79-28-6-16/63 


Conversion of p-Chlorovinylketones With p-Dicarbony] Cospounds 
(Vsainodeyatviye p-khlorvinilketonoy 6 g-dikarbonil'nyal soyedi-~ 
neniyani)VI.the Synthesis of Sone g-Pyrone Derivatives (v1. 
Sintes nekotorykh proisvodnykh a-pironov) 


ghurnal obshchey khizii, 1958, Vol. 28, Nr 6, 
py. 1511 - 1516 (USSR) 


Recently the authors have elaborated a convenient aethod for the 
synthesis of a-pyrones: The p-chlorovinylketone dissolved in 
toluene is added to the nagnesiunethoxynal onic ester which aust 
form in a very small amount of alcohol. after the reaction is 
finished the completely homogeneous mixture is decomposed by 
means of glacial acetic acid. The y-ketoalkenylnal onic eater 
formed on this occasion is oyolized to a-pyrone without purifi- 
cation by heating with acetic anhyiride. The acetyl chloride used 
in place of the anhydride yields sozewhat better results (see 
the mentioned reaction achese). A closer investigation of the 
mixture as carried out in the synthesis of the propyl-hoaolog 
showed that besides the pyrone product with a nelting point 
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Conversion of P-Chlorovinylketones With p-Dicarbonyl 30¥/19-28-6-16/63 
Compounds. VI. The fiynthesis of Sone a-Pyrone Derivatives 


104-104,5° is formed in a anal] yield (0,5-1%). Its analysis 


points to the composition C 
also i 
does not hinder the direct 


eide products showed 
which fact, however, 


pyrone fron p-chlorovinylketone 
6-propyl- and 6-heptyl-3-carbethoxy-a-pyrones wer 
the latter two for the first tine. Thus 
6-alkyl-3-carbethory-u-pyrones into eas 


. The fornation of sininus 


fi, 0 
AT RE 4yntheais of other honologs, 


separation of 
(40%). This way 6-phenyl-, 

e synthetized, 
this method turns the 
fly accessible compounds 


of which some are to serve the authors for investigating thes 
as to their physiologic activity; nothing has hitherto been known 


about this in papers. There are 4 


4 khiaioterapii Akadenii neditsinskikh 


which are Soviet. 
ASSOCIATION; Institut farnakologii 


of Medical Sciences USSR) 


SUBMITTED: May 27, 1957 
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tochetkov, Ne Ke, Khorlin, Ac Yao 559/79-08=7+h6 764 
aceon namnnimriniieeiibitiieeiniaee. Y 

cnveatigation in the isoxazol Series (Taslejovenize vo cvedu 

tzokeawola) Vig the S,nthesia of the ReCurrtituted ieceanci 

(¥f.0 ainteze S-zameshohonngkh {zokaszolov) 


ay obshehey khimii, 19758, vol. 28, Ur 7, PY TCR LT th, 
(UA4GR 


tne of the moet eimple methoieu of the eynthesis of igozszal, 
the reaction of G-chlorovinylketonerc with hrdroxylemine, 

xan realized by Nochatnov and hie coll-dorators (vefo i, co, 
{t ia, however, accompanied by two competing erotenrar, vite 
the formation of tro taomeric je und Seaubstituted fanenzols. 
Kochetkov further shored (Ref 3) that the A-dialkylaminos iny'- 
ketones with hydroxylamine caure to fora practiesnlty pure 
Segibatituted isoxazole, and that the chloronethyl-d-chiore- 
vinylketone renaots under the formation of 4-chloromethy! 
isoxazole Thin fact proves that in thia cave the nucleophilic 
attack of hydroxylaaine tnkey pines at the eabonyl group ac- 
cording tdtha echene mentioned. To explain this problem the 
nuthore inveatiguted the reaction of cechlorethy] -f-chicre- 
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MYT [790 2ReTAAH FA 
‘nvestiection in the Troxezo! Series, YI,en the Cyathesie of the 3-canstitur- 
ed fgoxazal ; 
ed eg aith hydroxylemine, [t trned out that the syn- 
theais of ««chlorethyl-fechlorovin, 1] ketone, as well ae that 
of the @-chlorethyl-f-chlerovinyiketone already known, does 
not meat with any difficulties (according to the method men- 
tioned in reference 4}. In the condensation of the *'-chlor- 
ethylet«chlorovinylketone with hydroxylamine the « ‘-chlor- 
athylipoxasol ane obtained in good vield (rithout eny forna- 
tion of deponits) in its treatment with sodium siccholate ac~ 
cosding to Claieen (Wlnyzen) (Ref 5). Thia indicates a 
*-nubatituted faomer: 
OH CHCLSOCH SES CHC L+NH, OH ----> CH CHCL - 
5 7 3 . | 


in the reactions of the «chlanikyl-fi-chlorvinylketones sith 
hydroxvlamino benides the oxazole also smell emcunts of 
tearubrtituted isomers are formed. The aynthealis of the 

Sep thylisoxatols by the reduction of the corresponding Ses'~ 
chloralkylinoxagols xith sinc dust aan elaborated. There er 
4 references, 6 of which are Soviet. 
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gy {. 1 prt et oe é Atos ¥ yi 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 


CIA-RDP86-00513R000723510015-7 


Kochetkov, Ww. XK. 


AUTHORS: 
TITLE: Several By f-Diarylethylanines (Mekotoryye Py 
PERIODICAL: Zhurnal obshehey khimii, 195%, 


pp. 2252 - 2257 (USSR) 


ABSTRACT : 


them are ingredients 
group of 


cyclic analogs 
nervous system (Ref t). 
tigating the 
arylethylanine 


according 
were obtained by the con 
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etruchenko, X. I. 


The high pharmacological activity of the 
the aliphatio-aromatic anines is sel] known, 


these compounds are thes P-phenylethylasine deri- 
vatives and their homologs with branched 
there is nothing reported in publications on 
gical activity of the §,p-diarylethylasines. Sone of the 

of these compounds which contain piperidine 
nuclei exert a atrong atinulating effect 
The author was interested in 
cal activity of several §,f-di- 


pharmacologi 
derivatives as well as that of the N-alkyl- 


p, P-diarylethylamines. Their syntheses were 


to reaction diagram 1: the 
densation of bromoarylacetonitriles (1) 


$01/79-28-6-52/66 
nadiariletilaniny) 


Yol. 28, Mr 8, 


derivatives of 
Several of 
A large and important 


In addition, 


carried out 
di arylacetonitriles 
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Several (,f-Diarylethylamines 


with aronatic compounds 
Tuo of these, the phenyl- 
AreO cH, Arte p-C)H,0C¢H 


the first tine. The 


For the monoalkylation of 
methylation with the 
was carried out. 
radicals were obtained by 
primary awines with 


Card 2 /b_ 


RCE Pa 
ma : = 
ae 3 


in the presence of aluai 


The monoalkyl de 


alcohols in % 
ekeleton. There sre 4 tables 


80¥/79-28-8-52/66 


nus chloride. 
aethoxyphenylacetonitrile (11, 
and phenyl-p-chlorophenylaceto- 


nitrile (II, Are CBs, Ar' « p-ClC 8) are described for 


reduction of the d 
was carried out by catalytic hydrogenation at 45-10° and at 
(0-70 atmospheres over A nickel skeleton. A se 
Realkyl-f, P-diarylethylamines were synthesized in this way- 


darylacetoni triles 
ries of 


the 6, S-diarylelkylasines, 


methyl iodide of the corresponding amine 
rivatives with higher 
alytic alkylation of the 

he presence of a nickel 

and 6 references, 


the cat 
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AUTHORS: Kuoherova, H. Ps, Yevdakov, Vo Pes gov/79-26-1-53/64 
Kochetkov, HM. K. 


TITLE: . Indole Derivatives (Proisvodnyye indola)¥.fhe Synthesis of the 
Bis-Quaternary Amaonius Salts of Barnine (¥.Sintes bies-chet- 
vertichnykh ammoniyevykh soley garaina) 


PERIODICAL: ghurnal obshchey khinii, 1958, Vol 28, Nr 7> 
pp 1962 = 1967 (USSR) 


ABSTRACT: The recently published articles on the physiological activity 
of the asynnetrical bis-quaternary annonius salts (Refs 1-3) 
point to some prospects of thene compounds with regard to new 
gangliolythio and hypotensive preparations (ganglioliticheskiyes 
gipotensivnyye preparaty). Por this reason the authors carried 
out the synthesis of sone compounds of thie group, using the 
accessible alkaloid harmine as initial product. fhe compounds 
obtained were of & certain interest as on the one hand just the 
bis-quaternary salts of the p-carbolines proved to be more 
aotive, and on the other hand harmine iteelf displays hypotensive 
activity, as 18 known, fhe compounds of general type obtained 
Card 1/4_ are mentioned in schere 1. Besides, the authors by the conversion 


Sen ee ee 


ice 
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Indole Derivatives. V¥. Phe Synthesis of the Bis- s0v/19-28-7-53/64 


Quaternary Ammoniun Galts of Harwine 


- 


of harsine with dibromethane synthesized the syanetrical bie- 
quaternary salt, the compound (VIII), as well as the mono- 

quaternary gaits of harmine with bensylchloride, and the conm- 
pound (IX). fhe synthesis of the asynzetrical bis-quaternary 


annonium salts of the harmine series was carried out in two 
ways: 1) By the reaction of harnine with dialxylaminalkyl 


halides and a subsequent treatment of the reaction prolucts 
with the halogen alkyl, and 2) by the reaction of haraine with 
W -halogen alkyl aanonius salts (yield §5-75%). The dependence 
of the hypotensive effect on the structure of these coapounds 
io discussed. There are 1 references, 3 of which are Soviet. 


ASSOCIATION: Institut farnakologis 4 khimioterapii Akademii neditsinekikh 


nauk SSSR (Institute of Pharmacology and Chemotherapy of the 
Academy of Medical Sciences, USSR) 


SUBMITTED: May 27, 1957 


Card 2/5 
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Kudryashov, L. Te, Kochetkovs B. K gov /79-26-7-54/64 


AUTHORS: 
REE SNP aa 
TITLE: p-aminovinylket ones (peaminovinilketony)1X. tne Salts of 
peialkyl-(yeketoalkenyl )~Aaaoniua as Xetovinylating Media (IX. 
soli beialkil-(y-ketoalkenil )-oamonty® kak xetoviniliruyushehiye 
eredatva) " 
PERIODICAL: Zhurnal obshchey thiail, 1958, Yol 26, Nr 7» 


pp. 1967 - 1969 (USSR) 
ABSTRACT: Continuing earlier papers (Refs 1-6) the authors hoped that the 
salts of g ejalkyl-(7-ketoalkenyl)-aanon{ua could turn out 
preparatively as convenient ketovinylating media, ge. that they 
were capable of substituting in some cases the g-chloroviny} 
ketones used in earlier syntheses (Refs 7,0). 
tigated the condensation of the ecbiorides of triethyl-(p-butyroyl- 
vinyl )-ammonium, of triethy)-(f-bensoylviny1 )-annoniue and of 
triaethyl-(B-butyroylviny1 )-aanon? ve with ethozy magnesiua malonic 
ester. fhe reaction took place under the addition of the solution — 
of the quaternary galt to the alcoholic solution of this ester, 
4.e. on conditions close to those of the Mannich (mannikh) 


Card 1 3, 


# 


STH stapes ai ~ 5 
Hee Gnt ae ee 
bait RE Ea —— 
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-Aminovinylketones. 1X. The Salts of Prialkyl- $01 /79-20-7-54/64 
(7-ketoalkeny) )-Anaonium as Ketovinylating Media 
synthesis. The initial product of the reaction, d4.e. the yoketo- 
alkenyl] malonic ester cyclized imnediately on its transformation 
{nto the pyrone derivative in the thermal way, or on the action 
of acetyl chloride.(Ref 8). The Gealkyl-3-carbethoxy-a-Pyrones 
obtained were dndentified by saponification (Ref 9). The con- 
denastion thus took place in 4 corresponding Ways however, in & 
smaller yield. Although the results are of no interest in a 
preparative respect they are worth mentioning in principle 
since they point out the fact that the salts of trialkyl-(y-keto- 
alkenyl] )-amsoniun, just ae the Mannich halogenalkyl bases, are 
capable of having their agnonius group substituted in typic 
nucleophilic substitution reactions. There are 10 references, 


9 of which are Soviet. 


ASSOCIATION: Institut farmakologii 4 xKhiaioterapii Akadenii meditsinskikh 
nauk SSSR (Institute of Pharmacology and Chenotherapy of the 


Acadeny of Medical Sciences, USSR) 
SUBMITTED: May 275 1957 
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KOCHNPXOY, ¥.K.j DUDYKINA, ¥.Y. or 
— 7 . finr,obskhia, 
Various B-aphanylalkyi-f -chloropropionaaiiese TU Caras 41433) 


28 n0.912399-240% $ 158 
ologii 4 khinioterapi 
1, Institut fermako “Faaitae) 


1 As SSSR, 
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KUDRYASHOY, 1.1.3 KOCHBTKOY, ¥.K, 
OI Ee acca 
Synthesis of diene ecids from L-~pyrones. tur.od.khia, 28 ayy 


2hhG-2452 8 158. . (MIRA 11212 
1. Institut fareskologit i khimfoterspii AO SSSR, 
(Pyranone) (doids, Organic) 
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‘+ AUTHORS: Kochetkov, HN. Ke, Gottikh, B. P. $07/79-28-10-23/60 
: ear 
TITLE: Reaction of ®-Chloro-Vinyl Ketone With f-Dicartonyl 


Compounds (Vzaimodeystviye Pekhlorvinil'::tonov § pedi- 
karbonil'!nymi soyedineniyani) VII. Acid Cicavage of the 
a-Alkyl-a-(3-Kotoalkeny! )-Acetio Esters Wee Kielotnoye 
ranshchepleniye a-alkil-a-(:-ketonlkenil -atoetouksusnykh 
efirov) 


PERIODICAL; Zhurnal obshchey khiaii, 1958, Vol 28, ir 10, 
pp 2732 - 2735 (USSR) 


ABSTRACT: The aealkyl-a-(3-ketoalkeny] )-acetic esters obtained 
by the authors (Ref 1) by the keto vinylation of 
aealkyl acetic ester are of interest for organic syn- 
thesis. The authors began their investigation with the 
reaction of their acid cleavage. These conpounds are 
related to the acid decomposition of a,a-diacyl derivatives 
of the eaters of fatty acids s0 that an easier separation 
of the acyl group than of the feketovinyl group was to be 
expected. The cleavage of the a-alkyl-a-(3-ketoalkeny))- 
acetic esters according to Dieckmann (Ref 2) and 
Bouveault (Ref 3) (Dixman,Buvo) failed due to their 
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Reaction of B-Chloro-Vinyl Ketone With p-Dicarbonyl $07/79-28-10-23/60 
Compounds. VII. Acid Cleavage of the a-Alkyl-u-(3-Ketoaixenyl )-Acetic 
Esters 


tendency to complez condensationa and to the foraation 
of side producta. The use of aqueous ansonia solution 
with the addition of arnonium chloride (Ref 4) was 
successful in this clenvare, with the above sentioned 
estern being subjected to a sufficiently easy acid 
cleavage under the formation a-(3-ketoalkenyl )-alkane 
acids (See Reaotion Schere 1). The more accurate testing 
of this reaction by the decomposition of a-ethyl-a- 
(3-ketobutonyl jeacetic ester showed that the final 
result depends on the amount of the related ammonia 
solution, as it may be seen froma the dxta given in 

table 1. The reaction ie of general character. It is 
shown that the acid cleavage with the increase of the 
molecular weight of the a-alkyl-a-(3-ketoalkenyl )-acetia 
esters demands stricter conditions and at the sane 

tine offers smaller yields of a-(3-ketonlkeny] )-alkane 
noids. There are 1 table and 6 references, 2 of ‘ich 


are Soviet. Ams YSS 
aelegyy va Che enaTHira prs q ; 


Po ae aa a 
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AUTHORS; 


TITLE: 


PERIODICAL: 


ABS?TRACT: 


Card 1/3 


gosh than Be ~~ Khomutova, Yo. De, $0 /79-20-10-24/60 
; azilevekiy, KB. V. 


Investigation in the Isoxazole Series (Issledovaniye ¥ 
ryadu isoksazola) VII. Chloronethylation of Isozasolea 
(VII. Khlormetilirovaniye tzoksazolov) 


Zhurnal obshchey khiaii, 1958, Vol 28, Fr 10, 
Pp 2736-2745 (USSR) 


Recently Kochetkov shewed that the 3,5-dinethyl 
daoxazole can enter into the chlorosethylation 
reaction (Ref 10). Reaults are mentioned that vere 
obtained in a detailed investigation of this reaction 
with various substituted isoxazoles. The suthore 
proceeded from the chloromethylation of the easily 
acceasible 3,5-dimethyl isoxazole as it was the most 
useful reaction and excluded the forsation of isoters: 


Ho—C—cH,  clf#,c—Cc—c—ci, 
. ot a | 
Comme CON —»y HC=-C B 
3 \ 3 \V 
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Investigation in the Isozazole Series. VII.Chloro- $07/79-28-1n-24/60 
methylation of Isotaroles 


The chloromethylation was carried out with para- 
formaldehyde and hydrogen chloride, dichloro dimethyl 
ether, fonochloro dinethyl ether using various catalysts 
(ZnCl,, H 504s SnC1 ,) and various solvents (hydro- 


chloric acid, sulfuric acid, dichloro-ethane, chlorofora). 
The results are given in table 1. The reaction with 
paraformaldehyde and hydrogen chloride in the presence of 
zacl, in dichloro-ethane as woll as thst with dichloro 


dincthyl ether showed the best results. It was denonrtreted | 
that the easiness of the chloronethylation in the 
series of isoxazoles increases with the nunber of 
methyl groups in the nucleus. It turned out that 

in all cases when the position 4 in the nucleus of 
Asoxazole is not substituted the chloronethylation 
reaction tends to that position, which alco holds for 
the 5-phenyl isoxazole. A saponification method of 

the chloromethyl isoxasoles into the corresponding 
alcohols by heating the chlorides with an aqueous lead 
ozide depositing as well as an direct oxidstion method 
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Investigation in the Isexazole Series. VII. Chioro- SOV /79~$8-10-24/6¢ 
methylation of Isoxagoles . 


ASSOCIATION; 


SUBMITTED: 


of the substituted chloromethyl isoxazoles into the 
corresponding isoxazole carboxylic acids were devised. 
Table: 2 gives the chloromethylation of isoxazole and its 
homologs. There are 2 tables and 18 references, & of 
which are Soviet. . 


Moskovakiy gosudcratvennyy universitet (Moscow State Uni- 
versity) 


July 29, 1957 
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AUTHORS: Kochetkov, MN, K., Khonutov, R. ie, $07 /79-28-11-25/55 
Karpeyskiy, M. Ya., Budovskxiy, 8.1. 


TITLE: Cycloserine and Related Compounds (fcikloserin 4 
rodatvennyye soyedineniya) TII. On the Synthesis of 
Cycloserine ( III.0 sintese teikloserina) 


PERISDICAL: Shurnal obshchey khinil, 1959, Yol 20, ir 11, 
pp 3013 © 3019 (ussz) 


ABSTRACT: Lately, the authors had reported on a new oynthesis 
of the antibiotic cycloserine, the d-d-anino isooxazoli- 
dones3, from an accessible ester of the a P-di- 
chloro propionio acid ard acetoxize (Ref 2). as 
further cheaical and clinical investigations (Refs 
3,4) proved itc high antitubercular activity this 
synthesis was investicated in detsil. All other 
scientists have hitherto proceeded fron the weakly 
accessible amino acid of serine. Fhe synthesis of 
the authora took place according to the aentioned 
achene 1, with methacrylate serving as initial sub- 
stance. The condensation of the nethyl-a,p-di- 

Card re chloro propionate (I) with acetoxinze seens to te the 
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Cycloserine «1° elated Conpounds. III. On the Synthectc S5V/79928-11025/55 
of Cycloserinc 


bottleneck of this synthosis. ihe difficulties are 
due to the fact that a selective cubstitution of the 
Pehelogen oton must be carried out. The reaction (i) 
with acetoxine wes investicated with different 
solvents at different tenperatures and at different 
retios of the reacting compounds. The condensation 
(1) with the oxine supplied the Lest results in the 
reserce of codium methylate in methanol at 0-5 
yiold of compound (I1):25-30%). Besides (IT) 
nloo the a-chloro Pemethoxypropionste (20%), «nd 
apparently also the nethyl-a-chloro-acrylate were 
obtained. Of the two poscible reaction processes the 
one with the previous separation of hydrocen ualide 
with the subsequent affiliation of the foracd a- 
halogen acrylate to the double bond wna selected. 
In the anination the ester wao first trircforced 
with sllali liquor into the aoid (ITI), which then was 
subjected to the aminntion. After loncer experinoerts 
the amination was cnrried out with excess liquid 

Card 2/% ammonia on heating under the formation of (IY). 


OE) FRE 
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Cycloserine and Reiated Compounds. III. On the Synthesis 80¥/79-28-11-25/55 
of Cyclozerine 


This acid (IV) was separated in forn of the 
chlorine hydrate, which further on served as the 
main product of the synthesis of dichloro hydrate 
(¥). The acid hydrolysis was used (Scheze 2): for 
the selection of a seoure and convenient trarsition 
fron (IV) to (V) under various conditions It was 
found that the aynthesio of (¥) 1s most convenient 
from (VI); it may, however, also be carried out 
directly fron (rv) or (VIII). In the last stage 
it was possible to anorease the yield in the 
cyolization of the dichlorine hydrate (V) to the 
cyoloserine from 65 to 62%, with the product already 
separated in analytically pure ntate from the reaction 
mixture. Compared to earlier syntheses of cyclo- 
serine the one mentioned here offers a better yield 
and avoids the use of resinous compounds (Refs 5,10). 
The racemate of cycloserine showed a high activity — 
against infections of all types. There are 11 refer- 
Card nih ences, 3 of which are Soviet. 
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AUTHORS: Kochetkov, H. K., Kudryashov, L. 1. Sov /79-20-11-26/55 
TITLE: A New heaction of a-Pyronos. Syntiesio of the Vinylogs 


of the Esters of f-Ketonic Acids (Hovaya reaktsiya a-pironoyv. 
Sintes vi: 4logovw efirov P-ketonokisiot) 


PERIODICAL: Zhurnol obsheney khinii, 1950, Vol 723, Br it, 
pp 3020 = 3023 (USSR) 


ABSTRACT: Continuing the papers by Pechnann } Welsch ard 
Houffmann (Refs 1,2) the authors report o. a new 
reaction uf the opening of the a-pyrone cycle, 

which nade possible the synthesis of the hitherto 
unknown vinyloge of the esters of the fp-ketonic 
acids. On the action of ammonia or arouatic omince 
on the eaters cf the 6-alkyl-a-pyrone-3-carboxylic 
acids no amides (Ref 3) are forned. An unstable 
product is forned from tho 6-nethyl-3-cerbethoxy-ae 
pyrone and aniline in benzene solution, the analysis 
and molecular weight of which point to the affiliation 
of one sol iline to one mole cartethoxy ;yrone, 
which 1s opposed to the structure of an anilide. The 
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A New Reaction of a-Pyrones. Synthesis of the Vinyloce $97 /79-28-11-26/55. 
‘ of the Esters of f-Ketonic Acids 


further experiments pointed to the preserce of 

a free carboxy] group and to inine binding. Thus, 

it is clear that in the treatnent of cartethozy pyrone 
(1) (ReCH,) with aniline the pyrone cycle {a opened. 
In careful decarboxylation of the reaction product 

(1) with andline the ethyl ester of the § -n-phenyl- 
amino sorbio acid (IIT) io obtained, the ctructure 

of whioh 1s proved by way of the easy hytrolysis 

by the transfornation into the vinylog (IV). The 
described new reaction of the Opening of the 

a-pyrone cyole is of general character, Thue, the 
pyrone (I) (ReC,H,) with aniline in alcohol solution 
yields the = =”  conpourd (11) (Be C8.) which by 
decarboxylation and hydrolyeis #ith hydrochloric 
acid yields the compound (IV). The synthesized vinylogs — 
of the P-ketonic acids transforned into the enters 

are colorless, cufficiently stable liquids that darken 
only in the course of tine. There are 5 references, 

Card 2g 3 of which are foviet, 


vinyl ketones, a 


ut not for the Rost oizple aliyl-pechloro. - 
& these can be obtained nore easily 
by the firat mentioned nethod. In the case of a 


Card V5 failure of the firet nethod the second nay be of 
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Synthesis of Aliphatic p-Chiorc-Viny) Ketones Fros $0¥/79-26-11-27/55 
Oxy-Methyl Ketones 
importance. Two examples of the synthesis of the 
aliphatic Pechlorcevinyl ketones from oxy-nethylene 
ketones were given, which can in all cases be used 
for the aliphatic series as well, The reaction of the 
oxy-methylene pinacoline with thionyl chloride 
in benzene solution was investigated in detail. It 
waa found that the substitution of the enol hydroxy] 
of the oxy-methylene ketone by chlorine takes place 
sufficiently easily. In thie case the yield of alkyl- 
f-chloro-vinyl ketones amounted to 10-80%, which sust 
also hold for other slkyl-fechloro-vinyl ketones. The 
earlier inaccegsiblo a-alkyl-p-chloro-vinyl] ketones can also 
be obtained according to this method. There are 15 
references, 9 Soviet references. 
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Khorlin, A. Yas, Chishov, 0. S., 301 /79-20-12-41/41 
Kochetkov, WN, X. 


Derivatives of Bicyclo (1,2,2) Heptane (Proisvodnyye bitsiklo 
(1,2,2)geptana) IV. Some Anines and Amino Alcohols of the 
Bicyclo (1,2,2) Heptane Series (1¥. Nekotoryye aziny 1 amino- 
apirty ryada bitsiklo (1,2,2) geptana) 


Zhurnal obshchey khinii, 1956, Vol 20, Wr 12, 
pp 3345 - 3351 (USSR) 


The anines of bicyclo (1,2,2) heptane series owing to the 
physiological activity of nome of their aost important 
compounds are attracting the attention of scientists (Refs 1,2). 
fhe authors had recently described the synthesis of sone 

amino ketones of this sories (Ref 3), nazely, the synthesis 

of sone derivativas of 2-ncyl-3-dialkyl aninobiczelo (15262) 
heptane. To continue the investigation of the physiological | 
notivity of the anines of the bioyclo heptane series some anino 
alcohols and amines of this series were synthesized, which 
were then pharmacologically investigated in the fora of 

their hydrochlorides and iodine alkylates. It was inter- 
enting to investigate in which way the physiological activity, 
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Derivatives of Bicyclo (1,2,2) Heptane. IV. Sone Anines $0V/79-28-12-41/41 
and Anino Alcohols of the Bloyclo (1,2,2) Heptane Series 


Card 2/3 


especially the hypotensive effect aight chonge in compounds 
with the anino group in position 3 and with the sase carbon 
skeleton ns that to be found in bicyolo (1,2,2) heptane, 

if in the position 3 an oxy-alkyl cr just one alkyl group 
were substituted for the noyl radical. To arrange the trans- 
formntion of the amino ketones of the bioyclO heptane 
series into the corresponding asino alcohols their reduction 
with alusinum-lithium hydride (Lisle, ) was carried out 


(Scheme 1). Thie reduction takes place very easily. The 
yields of the corresponding amino alcohols (1), (II), and 
(111) unknown before were alm st quantitative. Thus 2,t-o2y- 


— glkyle3adfalkyFk asinobleyelo (1,2;2) heptane was synthesised. 
by reduction of.2-scyl-3~dialkyl biqyolo (1,2,2) heptane 


with LIAL). Q—altyl-3-dialkyl asirio bicyclo (1,2,2) heptanes 


were obtained in teo ways: 1) By treating 2-acyl-3-dialky} 
amino bicyclo (1,2,2) heptane with phosphorous pentachloride, 
by further reduction of the interaediate products with 

sinc dust, and by hydrogenation. 2) By treating 2,1'-ozy- 
alkyl-3-dinlkyl-aminobloyolo (1,2,2) heptane with thionyl 
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chloride and with subsequent hydrogenation. The problea 

of the dependence of physiological activity on the structure 
of the amino derivatives of bioyclo (1,2,2) heptane is 
discussed, There are 4 references, 2 of which are Soviet. 


Institut farmakologit 4 khimioterapii Akadeali mediteinskikh 
nauk SSSR ( Institute of Pharmacology and Chesotherapy of 
the Acadeny of Medical Sciences, USSR 


Septeaber 30, 1957 
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AULHORS# Deubrovakaga, Ue » Pentin, Yue As , Dovuruvoed ys, Yaes Patevariss 
Ve Ue ’ Kochethov, Re K. 
en oeeeennaeeneeed 
TITLE: che Investigation of the Tausoueriss of the Al“yi- ebuirnovingl 


Katonss Accordin; te Infrared Absorjpticn Spesses (Tssictevar ize 
tautouerid alkil-puuirovinilic tonoy 9 infranrasnys Speseran yous 
joancheniya) 


PERIODICAL? Zhurral Fisielessoy rial, 1990, Vole 32, Br te Bie 1355-126 (USSR) 


a 


* ABSTRACT! “he projent vor. 4a directly cornec tad afih warkten works (refee 
: yenes 1 and 2). the investigations 41 thece worse referred to the 
ie clarificution os te aeootion cf th. waictenec of cnaunino-iudde- 
~ 2 


-tantoaeriaa. Whe proaent work 13 alse Gevutcd te the Fie que stione 
ie apeetra obtained 22% arinontally ore ct eevacca yess and cote 
pared with each other. 1) whe range 2L00 - 3900 ca™', of the vae 
lance-X-H-ousillati ons. In the tpeotmima ce tre wiid aay Le fenainoe 
vinyl “etone, 1st in the O-fors af tha nrbgtaree uusorpticn 
yanda with 3140 ane 3222 3.7 eurreaponein, wo the cacillations of 
the OH yroup, are pracent. It is shown whit tie a-fora ia a nore 
or leas pure f{uide-uncd forus 
2) she range 1350 = 1700 eaT of the couvlo sends. ALL data obtaine 

Card 1/3 ed here apeak in f.vour of the foot th t tue a@-fora corresponds 
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~244020/32 
whe Investicution a the fautcueria: of the Alky bepedninovings Ketones According 
to Infrared Abaorption Spoctra 


to the iatdasencl fara, and that v9 tr.wsaftciation preduct of the 
of «fora und tha aigture of the - ac preform tepregerts a 

iiztura of the dufde-iuol- and of She en wiinzenes neefovae 3) the 
range 766 « 14590 au”. In she apectyen O° 2. chs furs of the hn, 


s 
. Cad 
and [eierns of the qatiglepecutaoetigh mitons W200 + aid 1002 ca + 
bunds are prasgent, witch vere nei oousrve. in t.e speetrun of the 
Ot -forn ard ara charactecriotie fur tue i odnee setoneeforme Gee 


Pao 


neraliy, an interpactation of the jandt c* ibia parge f2 «ery dif- 
ficult. 4) whe rangy 360 + 79° on’). In the gpcetrun ef the mize 

ture of ob- and feforag of Wieuologres cf ihe ulkvlepes minoving] 
tonsa vide bande dit an Gwaorpticn sortre ~wi50 ca7 > ure pre 


tents Ghegs banda vegoce casantially ac nteniive in the opeotra 
of the O€efurae It ds sgevasd BY Vere ene? terrespen] to the 
dcforsation caciliatia of the hydewy) os ff oth: inidvecnol- 
«forme Ib rug te seerced that ths comtiurione ‘racn -ith reapact 
to the cbuur range? -ts0 abyly Ser tds bn le. 
Sunving tp d6 de proved ot sae Gate, te qe tn cartd roerpion 
gpactve (in tue rans: os SOG = Sie Ser ee es sath insPeatiace 
vingl uetene, of ita howdoge ote af cove codeiesenusounds in diffe 
ferent ,b.eloal etates tiat Se wMiyplepesuinevats2 ‘ tomea exist — 
Card 2/3 in tautonerdie corasg vide aS on éfauitiewwtoneesera (a) ond ag an 


. 
as 
e 


ipa 


BBE SEE 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 


P5ete2uf/to 
whe Investigation of the Zuutonerde: of the Ale 1-£ Andin 1 “ . 
3 s ofeAninutingl. Retenas Zesording 
to Infrared Absorption Upeotra ep s eres 


AY i ‘ = 
inidt-e-cnuol-forg (3). e.ere ure 1 ice, ehd 5 riferanccs, cof 
which are Slavic. 


ASSCCIATIONs Moucow Stute University incni oe Ve Louoncaoy 
(lioskowskdy soadaratvenny universitet da. ie V. Loncnoceva) 
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5 SOT/20012 165049 /47 
AUTHORS: _Kochetkov, Hs K., ‘ifent'yev, Bs Te. 

“ ertbi: Subatitution Reactions in the Mathylene Group of fi-Xeto- 
acetals (0 reaktaiyakn zaneshcheniya ¥ setilenovos zvene 
P-kutcatsetaley ! 

PSRTODIGAL + Doklady Akademii nsuk ge9n, 1958, Yol. t21, Er 45 PPe 462-465 
(ussR) 
ABSTRACT: In recent tices f ectonacetals have been sore and nore widely 


opplied in orgunio $ nthesig. It 19 true that they are eanily 
socessible (Ref 1-3). Cyeite Q-rotoncetuls recently produced 
in the lnboratory of the authors turned out to be particular- 
ly advantageous dbecauce of their hirh stability (Ref 4). 
Hitherto only the coniensations with rea;cet to the keto 
roup of ocetale have been used for purposes of synthesis 
Refs 2, 4-6) or their transformations according to the 
type of reacticns of §-dicarbonyl conpounts. This was dane 
mainly for purposes of aynthesia of hotercezclis compounds 
(e.g. Hefs 1, 7). The reaction of replnenment of @-ketoncetsis 
in the methylens group ia of warticuerr interest eines 1% 
Card 1/3 will render ponsible their ap:licetion in & completely ner 
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field. Preliminary findinee concerning roactiona of this type 
are reported on: «) bromination of f-ketoacetale under vertoug 
conditions, The methylene member can be easily brominated in 
the aqueoug medium in the Preverce of barium carbonete, The 
reaction becomes, however. complicated by the cleavage of 
the acetal group. Thus meso-subatituted &-ketosldehydes are 
formed. A more interesting result was obtained in the cage 
of bromination of cyclic acetals in ether in the presence cr 
bariuucarbonate. The sare bromination tukes place; the 
acetal group, howaver, io maintained, The obtained bronine 
acetals cen be further used for different Furposes. 6) One 
or the moat interesting poesibilities iz, however, the de- 
bromination in benzene under the action of caustic potagh. 
In the case of action of an excega nuactity of sleoholic 
alkali upon moso-hromine-ketoacetais reketo-acid-ether ie 
forned 68 a reauit of « further transformation of §-acetyl- 
keton-acetal. ¢) ¢ further reacticn is boing investigsied 
by the «authora: oidetion by maann of load tetrmertate. tr 
the case of heatirg cf acato acetaldehyde disethyl acetal 
with this reagent in s btenzene- or acctous solution acetal 
Card 2/3 is oxidated or, thdmnethy! .ie¢ group. whe reaction becomes nore 
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SOV/20-121~3-19/47 


‘Substitution “e.ctiona in the Methylene Group of f-Xetoacetals 


ASSOCIATION; 
PRESENTED: 


SUBN TTT ED: 


complicated by replacing one of the alkoxy red 

¥ radicals dy the 
acetoxy group. 4) Furthermore the condensation of tis apeite 4 
benzoyl acotaldehyde acetal with benzaldehyde wae investi» | 
gated. There are 12 references, 4 of which are Soviet. 4a 


u 
oskovak ty goeudsrstvennyy universitet in. I. VY. Lonono. ava 
(“oscow State University imeni ¥, ¥. Lononogov) . 


March 10, 1950, oy A. Ne Me { A | 
ehae noes Z eneyanoy, Nenter, acadery of 


Varoh 3, 1958 
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; 5(3) . 
AUTHORS: . Sheynker, Yu. fo, Anbrush, Ivan, gov /20-125-4°38/53 
: Koohotkov, ®. XK. : 
TITLE: Acid properties of 3-Acyl Pyrazoles (0 kislotnykh avoystvakh 
Zentsilpirasolov ; 


PERIODICAL: Doklady Akademii nauk S5S%, 1950, Yok 123, Bf 4s 
pp 709 - 712 (USS3) 


ARSTRACT: Jencyl pyrasoles have properties of weak acidn (Bef 1). Po 
explain this tho nuthors assuacd that the silt forsation is 
accompanied by a tautomeric displacezcnt of the double bonds. 

he aronatie pyrasole ayoten is supposed to be disturbed and 
Oe-netal derivatives forred (3chene I). The well known theores 
that the oxygen atom is sore stronely negative than the nitrogen 
atom, which causes the negative charge %t9 be aainky concentrated — 
on the oxygen ators, tonds to prove this. dn earlier investigation 
(Ref 6) in the laboratory of the authors hao shown that in 
the ultraviolet spectra of 3~noyl pzrazoles on the transition 
from a neutral to an alkaline nediun & congideratle batho~ 
chromic displacerent occurs. This would tend to show changes 

Card 1/3 of the system of x-electrons of the molecule. With 3, 5-di- 
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Acid Prop=rties of 3-Acyl] Pyrazolcs 


SOV /20- 12 $-4-38/55 


phenyl-4-bromo pyrazole which in alao acidic, but ineapable 


of the above tautoneric dis; 
spectrum occured (Ref 7). A 


jlucentent, no di-placeaent in the; 
noconi posnibility (Schese 11) 


of the acidity in question ic that the R-H bond in the 
pyratole nucleus is polarized, which sates yosoibla the 
separation of hydrogen as protcn. This say occur due to 

the action of the electron acceptor effect of the carbonyl 
croup of the acyl radical linked with the nugleas (Refs 8,10). 


After the first ez;lanation 


(Ref 6) hat not nade possible 


a definite choice tetween schere (1) and (11), the authors 
investinated the infrared spectra of the acyl pyrazoles and 
their netal derivatives. Pigure 1 gives the results obtained. 
They caused the cuthors to conpletely drop the assumption 
that the salt fornetion of the acyl pyrazoles leading to 

the fornation of O-setal derivatives (Schese I) takes place. 


In connection herewxith a) eo 


the earlier ascunption (Ref 6) 


of a tautonerisa of the 3-acyl radicals io dropped. It ba- 
cones clear that as far as there 4s 4 carbonyl group in the 
metal derivatives of the 3-acyl pyrazolea the salt fornation 
of thene compounds is connected with the polarization increase 
Card 2/ 3 of thall-f—f forcation of the pyrazole nucleus unier the electron 
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Acid Properties of 5-Acyl Pyrazoles S0V/20-123-4052/53 


acceptor effect of the acyl group (Scheme I1). Apparently the 
disturbance of the aromatic pyrazole nucleus, in spite of the 
high electronegativity of the oxygen aton, represents such a 
great hinderance that salt fornation with the nitrogen atom is 
an energetically advantageous process. The nentioned batho- 
chromic displacenent is probably connected with a certain de- | 
formation of the systen of x-electrons of the pyrazole nucleus. 
This is also proved by the above-mentioned displacenent of the 
bands of the CuO group in the spectra of the }-acyl pyrazole 
salts. Phere are 1 figure and 13 referencen, 5 of which are 
Soviet. 


ASSOCIATION: Mookovskiy gosudarstvennyy universitet in. M. ¥. Lomonosova 
(Moscow State University imeni M. Y. Lomonosov) 


PRESENTED: July 1, 1956, by A. N. Nesmeyanov, Acadenician 


SUBMITTED: June 25, 1956 
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YLORD nelstor); 
Nornan 0.; AMDREYEY, ¥.M. (translator); RUDBKKD, v.a.Ctre 
ATA MGAL', OM, (translator); EOCHPFKOY, #.K., red. 

(Reduction with complex setel hyirides) Yosstenovlenie kompleksaysi 


fi2 
gidrident metellov. Moskva, Isd-vo inostrennoi ag at oie Po 


(Reduction, Chesicel) (Hydrides) = 
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$0¥/63-4-6- 31/37 
AUTHORS! Kochetkov, N. K., Nifan't'yev, E. Ye., Shibayev, V. Ne 
TITLE! Brief Communications. New Synthesis of Phenanthrene 


PERIODICAL: Khimicheskaya nauka { promyshiennost'’, 1959, Vol 4, 


ABSTRACT! A new method of synthesis of the phenanthrene ring 
system was developed. The above method allows ob- 
taining 1O-alkyl-1,2,5,4-tetranyar Pree ee te and 

in 


Q-alkylohenanthrenes (new products) according to: 
Ge pot oe Cidas. cigat 
y a ome ommmneeromacarenn iP 
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Cyclohexanone was condensed with ucid chlorides in 
the presence of AlCl, formi: acy)-2-chlorooyclohex- . 
-2-enes (II), R = CH3, bp 108-109°/15 mn 

n20 1.4985, 442° 1.1232, in B28 ylelds R = Colts, 

bp 102-103°/9 mm. np~? 1.4929, d,°° 1.0903, in 59% 
yield. R= 180-CyHy, dp 70-n°/0.4, np 1.4859, 
dine 1.0420, in 45% yleld. The above compounds It 


were converted with ethylenc glycol and with alkali 
_4nto monoethyleneketals of 2-acylcyclohexanones (IIx). 
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Dehydration of compounds V over Fd form 9-alkylphenan- 


. 


threnes (VI): R = CH, picrate, np 348.1499; R = CoHe 
picrate, mp 120-121". 


ASSOCIATION: Lomonosov Moscow State University (Moskovaktly 
gosudarstvennyy universitet: imeni M. V. Lomonoscva) 


SUBMITTED: June 9, 1959 
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AUTHORS: 


TITLE: 


PERIODICAL: 
ABSTRACT: 


Koohetkor, %.K., Budovskiy, £. I., S0¥/79-29-1-16/74 
Khomutov, &. M., and Karpeyskiy, M. Ya. 


Cyoloserine and Related Compounds (Taikloserin 1 rodstvennyye 
soyedineniys) 

IV, 6 -Bensoyl-Amino Acrylic Hydroxamide Acids (IV, 0% -Bensoil- 
aminoakrilgidroksamovyye kisloty) 


ghurnal obshohey khiaii, 1959, Yol 29, wr 1, pp 68-75 (USSR) 


In the searoh for methods of synthesising the recently dis- 
covered antibiotic oycloserine and related cospounds the 
authore believed it would be of advantage to extend their 
investigations to several hydroxaside acids having an soy) 
auino-group in the % ~position, Further reactions with this 
group brought about 4 new way of synthesizing cyoloserine 
analogues.. The present paper deals with the synthesis of 

fA -substituted Qebensoyl-amino acrylic hydroxanide scids, The 
most favorable synthesis of those compounds was the reaction 
of ascladtone ‘9 with hydroxyl amine. Shaw and NcDowell 

(nef 4) succeeded in opening asolaccoae by reaction of 
Qephonyl=g-densylidene oxasolone (Is) with free hydroxyl asine 
in methanol. This reaction, was, however, accoananied by 
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» Cycloserine and Related Compounds. S0V/79-29-1-16/74 
IV. O-Bensoyl-Amino Aorylio Hydroxamide Acids 


side-reaetions so that the yield in Of -bensoyl-aaino-~ 6 -phenyl- 
eaorylic hydroxamide acid (IIa) aaounted only to $0 %, Apart 
from this anid Oc -benzoyl-anino- A-phenyl-A-oxyasino propionic 
@oid was separated (25 %). Here, the reaction was carried out 
under varying conditions. Of essential importance in this 
connection the optimum percentage of the mediua, which is not 
allowed to exceed 5-6.5, as otherwise cosplications would 
arise. Thusya general synthesis of /B -aryl-0c-denzoyl-aaino 
acrylic hydroxamide acids was worked out by reaction of 
2-phenyl-4earylidone oxasolones with acetic hydroxyl amine in 
methanol (5-6.5 41). (Yields 70-90 %) which is also applicable 
to the synthesise of /s-alkyl- & -benzoyl-naino acrylic 
hydroxamide acids, By catalytic hydrogenation of 5 -aryl- 

- & sbensoyl-amino acrylic hydroxamide acids the oc =benzoyl- 
-S-aryl alanine hydroxamide acids were obtained. The 
structure of the synthesised compounds was proved by 
hydrolysis up to the -bensoyl-8-aryl alanines. There are 

1 figure, 3 tables, and 16 references, 4 of which are Soviet. 


Darat. CMeanmnaceley) é Clams Clirapey WAS USS. | 
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+ AUTHORS: 
TITLE: 


PERIODICAL: 


ABSTRACT: 


SOV/79-29-1-17/74 


Koohetkov, N. K., Khorlin, Ae Yas, Lopatina, K. I. 
Oe 


Derivatives of Bioyolo-(1,2,2)-Heptane (Proizvodnyye bitsiklo 
1,2,2) geptana) Y. 3-Amino Isocamphane and Related Compounds 
¥. 3edminoizokanfan i rodstvennyye soyedineniya) 


Zhurnal obshohey khiaii, 1959, Yol 29, Nr 1, pp 75-61 (USSR) 


The authors worked out in detail the synthesis of the product 
3-methyl-amino isocamphane which was recently found to be 
highly active (Ref 1) in order to obtain new knowledge con~ 
cerning the relation between the structure of the ganglion- 
blocking and hypotensive properties of a series of amino 
derivatives of bicyclo-(1,2,2)-heptane (Ref 3). For this pur- 
pose they synthesized several other H-substituted Zeamino iso- 
camphanes. Only brief descriptions of the synthesis of 3Zomethyl- 
amino isocamphane by reaction of camphane with the poisonous 
hydrocyanio acid have hitherto been published. As found in 
this conneotion the described reaction takes place in two 
directions at +5° (Scheme 1). At -20 up to -15° it proceeds 

in one direction (Scheme 2) in which case the yield in 5-fora- 
amide isocamphane amounted to more than 70%. In order to avoid 
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S0V/79-29-1-17/74 


Derivatives of Bicoyolo-(1,2,2)-Heptane. VY. 3-Amino Isocazphane and Related 


* Compounds 


the highly-poisonous hydrocyanio acid new sathods of synthesis 
of the acyl derivatives of 3-amino isocamphane were investi- 
gated acoording to Ritter, ‘apmhove mentioned (Refs 5, 6). 
According to Wagner it was possible to substitute hydrocyanic 
acid by aceto- and benzonitrile at low tenperatures of up to 
~50°. In the condensation of camphene with dichloro- and tri- 
chloro-acetonitrile in the presence of concentrated suifurio 
acid it was possible for the authors to obtain already at 0° 
the compounds (III, MCHC1,) and (III, Be CCl, ) whioh lead in 


the reaction to the compound (III), with Re CH, (Scheme 3)3 in 


this case the regrouping according to Wagner sas not necessary. 
The acyl derivatives (I,III,IV) of 3-anino camphane were used 

as initial products for the synthesis of secondary amines of 
this series. The yields of the compounds thus obtained (¥), 
(VI), and (VIZ) were very high. The results of the physiological 
investigations of the above compounds together with 5-amino 
isocamphane are mentioned in the table which shows the 
dependence of the ganglion-blocking effect of the structure in 
the series of asino derivatives of isocamphane. There are 

1 table and & references, 2 of which are Soviet. 
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ABSTRACT! 


Kochetkov, N. Ks, Vorotnikova, be As $07/79-29-2-36/7' 
Some Derivatives of 1,2,3-Triaminopropane (Nekotoryye protsvod- 
nyye 1, 2,3-triaminopropens) 


thurnal obshohey khimii, 1959, Vol 29, Nr 2, pp 532-535 (0882) 


From among aliphatic-aromatic amines many are known which de-~- 
velop a strong and versatile physiological activity, @.g. the 
derivatives of N-subatituted ethylene diamine of type (1). It 

was of some interest for the authors to synthesize the 1,2,3- 
triaminopropane derivatives of type (11), which so far have been 
unknown, and to investigate their physiological effect. Recentiy 
Morren, H. and Densyer, 8. (Ref 1) reported on the high spas- 
molytio activity of some derivatives of this type. 

RANCH, -CR-CHNRR 


NK 
"4 22 Na RR, (11) 


in (I) R, and R, are aromatic and aliphetic-aromatic radicalay 
R, and R, “ CH, C24, etoy in (II) R, = ar, BR, * ArCi,. According 
to the scheme mentioned, the authors synthesized compounds of . 
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S0V/79-29-2-38/71 
‘ Some Derivatives of 1,2,3-friaminopropane 


the 1,2,3-triaminopropane series which have aryl end aralkyi 
radicals at the central nitrogen atom. The a-g¢-dishlorohydrine 
of glycerin (III) was condensed with the secondary amine (di- 
methyl amine, diethyl amine, piperidine, morphoiine and heza- 
methylene imine). After treatment with thionyl chloride the 
amino alcohols (IV) obtained passed into the amino ohlorides (¥). 
The last stage of reaction comprised the condensation of (¥) 
with secondary amines of the type benzyl aniline in toluene and 
the addition of sodium amide on heating. The separation of (II) 
was complicated (by-processes). Through distillation of the 
reaction produots in vacium it was possibile to obtain compound 
(II) in pure state (yield 25%). Due to their hygroscopic nature, 
the chlorine hydrates (II) could not be obtained in orystalline 
atate fare holds also for sulfates and oxalates for the sane 
reason). For the purpose of characterising the products (II) 
obtained the authore synthesized their lodine methylates; in 
thie process only monoicdine methylates in pure state resulted 
in all cases. All preparations produced exhibit a very weak 
apasmolytio activity. There are 3 tables and 1 reference. 
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AUTHORS: Koohetkov, N. Ks, Khomutova, Te. D. 
enema 


TITLE: Investigations in the Series of feoxasole (Issledovaniya ¥ 
ryadu isokeasola). VIII. Blectrophilic Substitution in 
Ieoxasole (VIII. Elektrofil‘noye saneshcheniye ¥ isoksasole) 


PERIODICAL: Zhurnal obshchey khinii, 1959, Yol 29, Br 2, pp 535-539 (USSR) 


ABSTRACT: Many fundamental problems of the cheatstry of isoxazole have 
hitherto remained unsolved in apite of many studies on this 
subjects. The problem of the aromatic nature of this high- 
ly interesting heterocyclic systea, for inetance, has not 
yet been explained. In connection herewith, the —~-.». - 
the reactions of electrophilic substitution in the series 
of isoxanole and their comparison eith the corresponding 
reactions of bensene a4 the aromatic heterocyclea are of 
certain importance . Thou individual nitrations, sulphuri- 
satiom and halogenations Tete 1, 2, 3) of some substituted 
isoxazoles are known, they were not investigated systenati- 
cally and so fer no attention has been devoted to them at 
all ae far as isoxazole is concerned. According to previous © 
nitrations, brominations and sercurations of r-phenyl iso- 

Card 1/3 zasole (Ref 4), in the course of which the substitution took 
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809/79-29-2-39/71 
Investigations in the Series of Isoxasole. VIII. Electrophilic Substitution 
in Ieoxasole 
place primarily at the deoxasole ring, 1t wae necessary here. 
to draw respective conclusions as to the relative activity 
of {eoxasole compounds in the reactions of electrophilic sub- 
atitution. Therefore, the simplest representative of this 
clase, i.e. isoxasole iteelf, was subjected to the above~ 
mentioned reactions. It was shown that isoxasole in eleotro- 
philic reactions of substitution de considerably less active 
than bensene and offers only saall yields. On the nitration 
of isoxasole with a mixture of nitric and sulphuric acid 
the authors obtained the nitro derivative (melting-point 47 ) 
in a yield of 3.5% only. They determined by experiments that 
the nitro group oan ocoupy only position 4 ir nitro-isoxasole 
(Scheme 1). Bromination could be carried out only if isoxazole 
was heated for a while with the equivalent ssount of broaiae 
in the presence of pulvezised iron. The yield of crystalline 
bromide (melting-point 44 )amounted to 10%. Also in this 
case the bromine aton introduced ocoupies position 4 (Scheme 2). 
The sulphurisation of isoxazole could be carried out only on 
heating with oleum within a few hours over the boiling water 
bath (yield of the sulfo acid: 17%). This sulfo acid was 
identified in the form of its ddenzyl thiourate: isoxazole 
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50V/79-29-2-39/71 . 
Investigations in the Series of Isoxasole. VIII. Electrophilic Substitution 
in Isoxasole 


is similar to pyridine with reepect to its capability of 
electrophilic substitution. There are 3 references, 5 of 
whioh are Soviet. 


ASSOCIATION; Moskovskiy gosudarstve universitet 
(Moscow State University 


SUBMITTED: December 17, 1957 
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* AUTHORS: Kochetkoy Budovakiy, BE. Ie, 30V/79-29-2-59/71 
‘ Khomutov, R. M., Karpoyskiy, H. M. 
TITLE: Cycloserine and Related Compounds (Tsikloserin i rodatvennyye 


soyedineniya). ¥. Cyclization of a-Bensoylamino-f-Arylacryl 
Hydroxamic Acids (V¥. Tsiklizatelya a-bensoilasino-f-arilakril- 
gidroksamovykh kislot) 


PERIODICAL: Zhurnal obshohey khiaii, 1959, Vol 29, Rr 2, pp 635-642 (ussr) 


ABSTRACT: On reacting hydrozamic acids (I) with HCl and HBr the corre- 
sponding hydroxamic acida (11) could be expected to form, 
leading to compounds (III) by the action of alkali lyes. As 

ig known, however, compounds (I) may cyclize in another manner 
with hydrochloric acid, i.e. under formation of compounds (17) 
(Scheme 1). The latter possibility (way B) was carried out 
according to reference 2, on the cyclisation of a-bensoylasino- 
-p-phenyl and a-benzoylamino-p-n-sethoxy phenylacryl hydroxasic 
acid into the corresponding taidazolindone (1¥), in a 50 and 16 
yield. The authors therefore closely investigated the eyoli- — 
zation of a-bensoylamino-f-arylacry] hydrozanic acids in order 
to determine the influence of the substituent in the arosatio 
‘nucleus upon the direction (A) or (bp). On treating these 
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’ of a-Bensoylasino-f-Arylaoryl Hydroxamic Acids 


compounds with HCl or HBr in methanol, dioxan, acetic acid . 
and within a wide temperature range (from -50° to #100°) a 
slight cyclisation, almost quantitative, was observed, under 
formation of imidazolinolone (1V), whereas the fornation of 
affiliation products of hydrogen halides of the type (11) was 
in no case observed. Thus it became evident that the reaction 
for (1), regardless of the character of the substituents in 
the nucleus, proceeds in the direction (B). The nynthesis was 


worked out of 2-phenyl-5-arylidene imidazoline- A'??.91-3- dd 
-one-4 (IV) by the cyclization of f-aryl-a-bensvylasino acryl 
hydroxamic acids with hydrogen halide in alcoholic or acetic 
aoid solution (73 % to quantitative yields). The compounds ob- 
tained develop a high bacterial activity, in which connection 
the substitution of the N-hydroxy] group in them by the neth- 
oxy group or the hydrogen atom causes the activity to disappear 
There are 3 figures, 1 table, and 10 references, 2 of which 
are Soviet. 
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Vol 29, Br 2) PP 642-650 (USSR) . 
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solutions no alanine derivatives (II) were found in the re- 
action mixture, contrarily to the oase in which inert solvents 
are used and also in case the reaction takes place without 
solvent with an excess of amine. The amination of (I) was 
carried out with methyl asine, f-phenyl ethyl amine, benzyl 
amine, piperidine and morpholine, which were all taken in ex- 
cess to the initial chlorio acid. The result in the crystalline 
state was g-methyl amino, a-bensyl azino, a-phenyl ethy] amino, 
a-piperidyl-psfsopropylidene amino oxy-propionic acid, with the 
specified radical values, in yields of 25-70 %. Mo pure 

, crystalline product was obtained with morpholine. The next 
stage was the transition of (II) to the dichloro hydrates of 
esters (III), which was carried out with a mixture of hydro- 
chloric acié and alcohol, with subsequent esterification. They 
were partly obtained in the orystalline and partly in the non- 
crystalline state. For the synthesis of other analogues of 
oyoloserine (1¥) the oily dichloro hydrates were used, which 
were not obtained in crystalline state. It was shown that the 
aubstitution in the amino group of cycloserine completely stops 

Card 2/3 ite chemotherapeutical activity. The above-described 
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cyclization of the N-substituted substances of f-chloro slanine 
hydroxamio acids into the derivatives of 4-aminoisooxasoli- 
done-3 is preferable to the other schemes suggested by the othr 
authors. There are 3 references, 2 of which are Soviet. 


ASSOCIATION: Institut farmakologii 1 khimioterapii Akademii mediteinskikh 
nauk SSSR (Institute of Pharsacology and Chemotherapy of the 
Academy of Medical Solences, USSR) 


SUBMITTED: December 17, 1957 
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TITLE: 


PERIODICAL: 
ABSTRACT: 


Kochetkov, N. K., Kudryashov, L. I., 80V/79-29-2=61/71 
Senchenkova, a Yq. 


Reaction of #-Chlorovinyl Ketones With §-Dicarbonyl Compounds 
(Vsaimodeystviye p-Kiarvinilketonov » f-dikarbonil‘nymi soye- 
dineniyami). VIII. Synthesis of Polysubstituted Benzene Derivs- 
tives. A New Reaction Type of Diene Synthesis (VIII. Sintes 
polisaseshchennykh proisvodnykh benzola. Novyy tip reaktsii 
diyenovogo sintesa) 


Zhurnal obshchey khiaii, 1959, Vol 29, Mr 2, pp 650-657 (USSR) 


An earlier report (Ref 1) described the reaction of §-chloro- 
vinyl ketones with acetoacetic ester in the presence of potash 
and it was shown that this reaction does not have a well- 
defined character. Ethyl ester of 4-alkyl salicylio acid forms 
as chief product when there is a great excesa of acetoacetic 
eoter. With a lower oxcess of acetoacetico ester alao the yield 
in 4-alkyl salicylate drops abruptly, so that in the case of 
the reaction of methyl-f-chlorovinyl ketone sith acetoacetic 
ester it is made possible to isolate in larce quantities a 
crystalline product with the melting point 61°. The present 
paper deals with the explanation of the structure of this 
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Reaction of p-Chlorovinyl Ketones With f-Dicarbonyl $0V/79-29-2-61/71 
- Compounds. VIII. Synthesis of Polysubstituted Benzene Derivatives. A New Re- 
action Type of Diene Synthesis 


product and its analogues, os well as its way of formation. 
Experinents gave the following results: On condensing 2 sole — 
of methyl-f-chloroviny] ketone with 1 a0l of acetoacetic ester 
in the presence of potash, the ethyl ester of 2-methyl-3,5-di- 
acetyl benzoic acid is formed. A scheme is suggested for the 
formation of thie compound, according to which in the first 
stage the product of monoketovinylation in its enol shape enters 
the reaction with the second aolecule of f-chlorovinyl ketone 
(diene synthesis). Thua it is established for the first tine 
that the unsaturated dicarbonyl compounds are capable of play- 
ing the role of dienes in the reactions of diene synthesis. 
Like various f-chlorovinylketones, also f-diketones are capable 
of this reaction, which has a general preparative significance. 
It is also important for the synthesis of various polysubsti- 
tuted benzene derivatives. On the basis of the structural 
experiments, the product sith the melting point 61° was found 
to be a bensene derivative, showing an acetyl, carbethoxy and 
methyl group in positions 1,2,3 and 5. There are 10 referances, 
Card 2/5 6 of which are Soviet. 
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TITLE: Synthesis of the Thicamide of the 2-Bthylisonicotinis Acid 
(Sintes tioamida 2-etilisonikotinovoy kisloty) 


PERIODICAL! Zhurnal obshchey khimii,1959, Vol 29, Mr 3, pp 915-919 (ussn) 


ABSTRACT: Recently the high chemotherapeutio activity of the thioanides 
of some heterocyclic acide was reported, in particular of the 
thioamide of the 2-ethylisonicotinio acid (Ref 1). This ; 
thioamide exceeds by its efficacy aany other tuberoulostatioa 
against mycobacterius tuberculosis. The synthesis of the 
thicamide of 2-ethylisonicotinio acid described in publications 
(Ref 2) is too complicated (of several steps) and not suitadle. 
for a large-scale production. In the present paper & simpler 
synthesis of thie thioamide according to the given scheme is 
desoribed. The initial ethyl pyridine (I) synthesised according 
to reference 3 was oxidised with peracetio acid to give the 
N-oxide (II) which was transformed by nitration into compound 

uit}. In the reduction of (III) the 2-ethyl-4-aminopyridine 

Cara 1/2 1v)(90% yield) was formed. The bromide (V) was obtained by 
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treating the perbromide of (IV) with sodium nitrite in 
concentrated hydrobromic acid (Ref li Thies reaction proceeded 
smoothly and gave @ high yield in (¥). Por the transformation 
of (V) into the nitrile the former wae heated with copper 
cyanide. The complex compound initially formed was decomposed 
by ammonia into compound (VI) (Yield 70%). The last step of the 
synthesis wae the transformation of the nitrile (VI) into the 
thicamide of the 2-ethylisonicotinic acid (VII) which was 
obtained in oryatalline fors in high yield by the saturation 
of the solution (¥Z) in pyridine with hydrogen disulfide in 
the presence of triethylamine. In saltless state it ie 
slightly. soluble in water. Thure are 6 references, 1 of which 
is Soviet, 


Mauchno-{seledovatel'skiy institut farsakologii 4 khimioterapii 
(Scientific Research Institute of Pharmacology and 
Cheaotherayy) 


February 4, 1958 


CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 


5(3) 
- AUTHORS: 


TITLE: 


PERIODICAL: 
ABSTRACT: 


Card ve 


$0V/79-29-4-60/77 


Kochetkov, BH. K., Gottikh, 3. P., Shtumpf, Rol‘f 
eNOS nema 


Reaction of §-Chlorovinyl Ketones With 6-Dicarbonyl Compounds 

(Vsainodeystviye B-khlorvinilketonov s §-dikarbonil'nysi soyedi- 
neniyani). IX. Ketovinylation of the Esters of Cyclic Pp-Keto 
Aoids (IX. Ketovinilirovaniye efirov teikiicheskikh B-ketokislot) 


Zhurnal obshohey khiaii, 1959, Vol 29, Mr 4, pp 1320-1323 (ussr) 


In connection with previous investigations carried out by the 
authors (Refs 1-5) the ketovinylation of the esters of eyolic 
keto acids i# discussed in the articlemder review, and new 
prospects for their synthesis are given. Subject of the examina- 
tion were the e@hyl esters of cyclopentanone- and cyclohexanone 
carboxylic acids containing active hydrogen and therefore capable 
of being easily ketovinylated (Ref 6). The ketovinylation of the 
said f-keto esters was carried out by reaction of the sodiun 
derivative of the B-keto ester suspended in benzene with 
Pechlorovinyl ketone, according to references 2 and 3. The reac- 
tion, which met with no difficulties whatever, neither in the | 
case of alkyl P-chlorovinyl ketones, nor in the case of their 
aromatio analogues, resulted in normal ketovinylation products 
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with yields ranging from 60 to 70% (Scheme 1). after the usual 

treatment the 1-carbethoxy-1-(3'-ketoalken-1'-yl-1')-oyolo- | 
elkanones-2 were removed by distillation (see the experinental 
part). In prinoiple, this reaction does not differ from the 


. ketovinylation of a-alkylacetacetic esters (Ref 5). In order to 


realise the ketovinylation of other f-dicarbonyl compounds of 
the alicyolio series, one of the representatives of cyclic f-di- 
ketones, vis. 1,1,4-trimethyloyolohexanedione-3,5 (methyl- 
dimedone) was ketovinylated. After many, partly unsuccessful, 
experiments the conditions were found under which it is possible 
to prepare a ketovinylation product with an output of between 30 
and 35% (Scheme 2). When hydrogenated this product absorbs 1 sol 
of hydrogen, which suggests only one double bond, and does sot 
yield a 1,3,5-trisocetyl benzene with diluted acids, which eug- 
gests a C derivative. These results confirma the theory of the . 
structure of the product obtained and prove the fact that it is 
possible to apply ketovinylntion to cyclic as well as alicyclic 
B-diketones. There are 6 Soviet references. 
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TITLE: Reaction of the B-Chloroviny] Xetonos With P-Dicarbony] Con~ 


pounds (Veaimodeyatvive P-khlorvinilketonoy s S-dikarbonil 'nymi 
soyodineniyani )» X) Preparation uf the a-Pyrone Derivatives Proz 
a-(3-Ketoalkenyl-1)-P-Keto cids (%.folucheniye proizvodnykh 
a-pirona iz a-(3-ketoalkenil-1)-3-ketokislot 


PERIODICAL: (ossR) obshchey khiniit, 1959, Yol 29, Nr 4, pp 1324 ~ 1328 
USSR 


ABSTRACT: Thig is a continuation of previous investicaticons (Refs 1-3), 
The authors tried in the prosent paper to find the conditions 
for the alkali ketone cleavago cf the a-alkyl-a-(3-ketoalkenyl- 
“1)-acetio acid ester which, however, failed. Now they tried to 
carry out this ketone cleavage b:; an acid aethod and failed 
again, although the roacticn yielded a certain regult 4. @. 3,5 
-dialkyl-a-pyrones. : 


Card 1/3 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 
522 327 STEERS Nie ea ace end Be Rec PES ee ene Pate Se RENCE PRESS eis ser ae ne s BRS eee Pe eee Ee 


Reaction of the f-Chlorovinyl Ketones With {-Dicarbony]  $807/79-29-4-61/77. 
Compounds. X Preparation of the a-Pyrone Derivatives Proa 
a-(3-Ketoalkenyl-1)-f-Keto Acids, 


R | val 


l me BC1,Ci,CooR 
CH,coc co —> 
i WANA 


CHeCHCOR® 0,40 RoC Bes 


R' ACH, Coie, C,H, . 


Thio reaction is oarried out beat in the case of heating of the 
ketovinylized ester of P-keto acid with a mixture of hydro- 
ohloric- and acetio acid. The structure of the reaction pro- 

. ducts was proved ty twe different mathods (According to Scheze 
2 and by its hydrogenation). Thus an acid cleavage takas place 
in thie reaction, accoapanied by a cyclization of the produced 
ester of the unsaturated é-keto acid into the a-pyrone deri- 
vative. In this case the presence of the ketovinyl group in-~ 
fluences the reaction direstion considerably. This 1s as well 
the case with the acyl group. Scheme 3 doncnstrates the exaaple 

Card 2/3 of a normal reaction of the ketone docosposition in the case of 
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Reaction of the B-Chloroviny] Ketones With f-Dicarbcny] 80¥/79-29-4-61/77 
Compounds. X) Preparationof the a-Pyrone Derivatives Pros 
a=(3-Ketoalkenyi-1)-f-Keto Acids 


ASSOCIATION: 


the absence of the ketoalkenyl group. The prevailing acid de- 
composition of the ester of the a-ketoalkenyl-f-keto acids and 
the subsequent cyclisation were furthermore used for the syne 
thesis of the hitherto unknown o-(a-pyronoyl )ecarboxylio acids 
(Scheme 4). Thus the resulta of this investigation show that 

the transformation of the products of ketovinylisation of the 
esters of f-keto acids is under the influence of acids assumed 
to be a general synthesie of various a-pyrone derivatives which | 
for their part may serve as a source for the synthesis of other 
compounds (Ref 7). There aru 7 Scviet references. 


Institut farmakologii 1 khinioterapi{ Akademii neditsinakikh 
nauk SS88R (Institute of Pharmacology and Chesotherspoutics of 
the Academy of Medical Sciences, USSR) 


March 6, 1958 : 
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5 (3) 
AUTSORS: Khomutor, R. Ma, Karpeyskiy, M. Ya., 800/79-23-4-62/77 
Budovekiy, E. 1.,. Severin, Ye. 8., 


Kochetkov, BR. XK. : 


TITLE: Cycloserine and Related Compounds (Teikloserin 4 rodstvennyye 
soyedineniya). YII_ Synthesis of S-MWathyles-Aninoisoxacolidons-% 
Cyolotreonine) I.Sintes S-metil-4-asinolzoksazolidona-3 
teiklotreonina)] 


PERIODICAL: Cth obshchey khimii, 1959, Yol 29, Nr 4, pp 1326 - 1333 
USSR 


ABSTLACT; In the present paper the synthesis of the 5S-aethyl-4-aninolsoz~ 
asolidone-3 (cyolotreonine) ia described. The reason for thie - 
choice wag the authors! desire to use the method earlier worked 
out by them (Refs 1,2) for the synthesis of the 5-substituted 
homologues of oyoloserine, and since the latter is genetically 
related to the vital amino acid-treonine. This fact peruits the 
assumption that oyolotreonine is as well biologically active. 
When this investigation was finished a report was published 
(Refs 4,5) on the synthesie of cyclotraonine from treonine over - 

Card 1/3 the corresponding hydroxamic noid. The syntheais of cyolotreunise 
(VI) carried out by the authors is illustrated by achene 1. The 
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Cyoloserine and Related Compounds, 80V/79-29-4-62/77 
VII Synthesis of 5-Methyl-4-Aminoisoxazolidone-3 (Cyclotreonine) 


initial product (I) was obtained by the chlorination of methyl 
orotonate in methanol at 10-15° (70-00% yield), contrary to the 
complicated prescriptions in the publications. The condensation 
of (1) with the sodium derivative of acetoxime (Ref 2) led to 
the ester ul which was sasonified into the acid (III). Coa- 
pound (111) yielded the amino acid (IV) (50%) with excess liquid - 
ammonia at 45-50° within 6-10 hours. The hydrogenation reaction 


H 
>t = I-0- was used for the determination of their atractium, 
CH 
3 


since it proceeds without contact with the asynnetrical fecarbon 
atom (Scheme 2). This way ig a now method for the determination 
of the structure of the a-anino-f-{sopropylidenaminooxy acids, 
The result of the reaction was the sesaration (87%) and the 
identification of the d,!-allotreonine which points out that (Iv) — 
belongs to the erythro series. The next stage was the transition 
of the amino acid (IV) to the compound (7) (50-60%). The last 
stage consisted in the cyclization of the dichloro hydrate (7) 
into the oyolotreonine (VI) by a caustic potash solution in 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 


Cycloserine and Related Compounds, 807/79~29-4-62/77 
VII Synthesis of d-Methy] -4-Aminoisoxaszolidone-3 (Cyclotreenine) 


SUBMITTED: 


methanol solution (80-85%). Since the structure is not changed 
by the cyclization the formis Gised, 1-5-nethy] -4-aninolecxagc~ 
lidone-3 can be ascribed to the cyclotreonine. The atructure is 
also confirmed by the data of the infrared ajzectrum. Ite sintl- 
arity was determined by seans of the paper chromatography. 

Cyclotreonine has a distinctly marked antituberoular activity, 
There are {1 figure and § references, 3 of which are Sovict, 


February 10, 1956 
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AUTHORS: -Kechatkor. eK» Khoautova, Ye. D., 809/79-29-$-53/75 
Likhosherstov, o i. 


TITLE: Synthesis of 6-Aryl-Nicotine Acide and 6-aryl Pyridines 
(Sintes 6-arilnikotinovykh kislot i 6-arilpiridinov) 


PERIODICAL: eet obshohey khiaii, 1959, Yol 29, Hr 5, pp 1657-1659 
vss 


ABSTRACT; Barlier papers (Refs 1-4) described the use of fschloroviny) 
ketones and their derivatives for the synthesis of derivatives 
of nicotinic acid and pyridine. By using aryl-f-ohlorovinyl 
ketones the corresponding aryl-substituted derivatives are 
obtained. The synthesis aay be carried out by condensation 
of aryl-f-chlorovinyl ketones with acetoacetic ester and 
ammonia or with aminocrotonio soid ester. In both cases, 
phenyl-§-chlorovinyl ketone or its derivatives (o-chloros, 
P-chloro-, penitrophenyl-f-chlorovinyl ketone) yield after 
several hours of boiling in benzene the corresponding ester 
of 2-methyl-6-aryl-nicotinic acid in a yield of froa 
50 to 65 %. The saponified esters were dry-distilled with 
soda lime and gave the corresponding 2-methyl-6-aryl pyridines. 

Card 1/2 The experinental © desoribes the course of the syntheses 


one 
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ay . 


? Synthesis of 6-dryl-Nicotinie Acide and 6-dry) Pyridines 801/19-29-5-53/75 


and gives the analytical and physical data of the oo 
obtained. There are 9 references, 6 of which are Pro ota 


ASSOCIATION: Moskovekiy gosudarstvennyy universitet (Moscow State University) 
SUBMITTED: April 14, 1958 
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4 er abs Kochetkov, HW. Ku, Dudykina, a. Y:, 801 /79-29-$-54/75 


Tare caremnimmanaiaamtinititaicmsiniciennnenm 


TITLE: Aminoacyl- and Aminoalkyl Derivatives of Some Aliphatic- 
Aromatic Amines (Aminoatsil'nyye 1 asinoalkil'nyye 
proisvodnyye nekotorykb shirnocaromatioheskikh aainov) 


PERIODICAL: Zhurnal obshchey khimii, 1959, Vol 29, Er 5, pp 1659-1664 


(UssR) 


ABSTRACT; In previous works (Refs 1-3) chloroaryl] derivatives of 
aliphatio-aromatic amines were descrited, some of which 
proved to be efficacious spasmolytics. In the course of the 
further research made to find agents influencing the central 
nervous aystes, the authors carried out the syntheses mentioned 
in the title and the fodine alkylates cf the compounds 
obtained were prepared. The derivatives investigated possess 
the general composition: REHCO(CE, ) a¥(CoB.), or 


RNH(CH,) 8 (CoH), in which connection 2 is equal to CoH.CH,, 


Card 1/3 


OH 


OCH, 
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Aminoacyl- and Aminoalkyl Derivatives of Sone S0V/79-29-5-54/75 
Aliphatio-Aromatio Amines 


Aoylation takes place under the effeot of halogen- 
substituted acid chloride upon the amine in the presence of 
alkali in an emulsion of water and ethyl acetate (or dbensene). 
The chloroacy] amides obtained were treated in boiling 
toluene with an excess of aiethylamine and the diethylemino. 
acyl derivatives were produced. With fodine ethyl they gave 
the lodine alkylates, which resulted as oils but which could 
be orystallised after a Corresponding treataent. In order to 
compare the physiological efficiency also the corresponding 
dialky) amino compounds were synthesised according to the 
well-known method (Ref 4). %0 prepare the diethyl amino propy) 
derivatives the authors applied for the first time the 
reduction of diethyl asino Propionanide with lithius aluninua 
hydride. This convenient method, securing a high yield, may be 
very useful particularly for the aynthesie of derivatives with 
long alkyl chains. The Preparation of fodine ethylates gave 
only quaternary monosalts with all derivatives obtained, This 
phenomenon has not been Clarified as yet and requires more de- 
tailed investigations. the Compounds synthesised were checked 
Card 2/3 in the pharmacological department of N. VY. Kaverina, 
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Aminoacyl~ and Aminoaik 1 Derivatives of Some S0V/79-29~-5.- 
Aliphatic-Aromatic revere area 


All P-chloropropionic anides showed no spasmolytic effect, 
Some compounds even increased the motor activity, 
Bodialkyl-amtnoalky] amides did not show any analgetic 
effect. Their quaternary salto exhibit a certain hypotensive, 
Spasmolytic and eanglia-blooking effect. The experinental 
part gives the data for the synthesis of the compounds 
described. Table 1 gives analytioal and physical data of the 
¥-substituted B-chloropropionic anides, table 2 shows the sane 
for the N-substituted Giethyl amino propionamides and their 
lodine ethylates, table 3 the sane for the N-substituted 
¥',M'-diethyl-ethylene dianines and their iodine ethylates. 
there are 3 tables. and 9 references, } of which are Soviet, 


ASSOCIATION; Nauchno-issledovatel' ekiy inetitut farmakologii 1 khinoterapii 
Akademii meditsinskikh nauk SS8R (Scientific Research Institute 
of Bharmacology and Chemotherapy of the Academy of Medical 


Sciences of the Ussh) 
SUBMITTED; April 14, 1956 | 
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TITLE: 
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ABSTRACT: 
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Koohetkov, Ne Key Nifant'yev, EB. Ye.,  $0¥/79-29-7-48/85 
rev, Ve Be. 


Synthesis of the j~koy]-2-chlorocyolopentene-t and Ethylene 
Ketale of 2-Acyloyclopentanones (Sintes joatedl-2-khlortsiklo-~ 
pentenov-1 i etilenketaley duateiltsiklopentanonov) 


ghurnal obshchey khiaii, 1959, Yol 29, Nr 7+ PP 2324 ~ 2529 
(ussR) 


Up to the present date only open chain derivatives of the ia- 
ortant j-chlorovinylketones have been investigated in deteil 
Refs 152530495)0 Alicyolic representatives of this clase have 
practically been unknown up to the present. Two contradictory 
reports have been given concerning the aynthesis of {-acyl-2- 
chlorocyolohexenes by the condensation of cyclohexanone with 
acetyl chloride in the presence of AlCl, (Refs 6,7). In exten- 


sion of a previous thorough investigation (Ref 8) of this re~- 
action, which up to date presents the only possible way of syn- 
thesizing the hitherto unknown compounds of the afore-nentiored 
type, the authors carried out further extensive studies. The 
reaction of syclopentanone with acid halides in the presence of 
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Sznthesis of the 1-Aoyl-2-chlorocyol opentene-} and 501/79-29-7-48/83 
‘Bthylene Ketale of 2=Aoyloyolopentanones 


alcl, was of @ general nature and Yielded the hitherto unknown 
f-acyl-2-oh2) orocyel Opentenes-1; 


~0 ie 
1 
+ RCOC1 lol, \) (1 there RACH, CoH, 


The reaction proceeded nost favorably when cyclopentanone was 
added to a previously prepared mixture of the acid chloride and 
AlCl, in dichloro ethane. The reaction mechanisa is given in 


scheme 2. The 1-aoyl-2-chlorooyclopentenes obtained were rather 
instable oily liquids. Besides tpectroscopic data the ozonisa- 
tion of 1-acety]~2-chlorocyolo entene-1 was decisive for the 

- Verification of the structure (achene 3). Thus, the experinent- 
al results showed thet in the oyolopentanone series the above — 
Teaction yields a, P-uneaturated ketones, oyolio analogs of 
B-ohlorovinylketone, whereas in the cyclohexanone series the 
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fynthesis of the 1-Aoyl+2-chlorooyolopentene-1 and 801/79-29-7-46/85 
+ Ethylene Ketals of 2-Aoyloyolopentanones 


game reaction gives f,s-unsaturated ketones as main products. 
It was shown that the alogen in 1-acyl-2-chlorocyc] opentenen=1 
is less mobile than in B-chlorovinyl ketones. By the reaction 
of the above pentenes-1 vith ethylene glycol in the presence of 
KOH the hitherto unknown ethylene ketals of 2-acyloyclopenta— 
ptr ibade prepared. There are 19 references, 16 of which ara 
Soviet. 


ASSOCIATION: Moskovekiy Soeudaratvennyy universitet (Moscow State University) 
SUBMITTED: June 5, 1958 
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= Suv /1o025~ 7053/0 
Koohe tkoya Hs Ke Rifant'yav, Es Ye., Kolodtsov, H. 7%. 


Bromination of B-retoncetals Gronirovantye B-ketoateotalry) 
shurnal obahohey khinii, 1969, 7ol 29, Mr 7, pr 2330-2337 (USSR) 


Hitherto the easily accessible Pekatoacetale RCOCH,CH(CR! |, 


were used either as potential f-dicartonyl compounds (Hef's 1, 4), 
aocing they reaeable the Pechlorovinylketones in their renctions 
or as ketones having another reactive substituent. A third 
possibility, 4.0. that cf introdusing substituents into the 
sentral methylene group of the ketoacctal, has ao far bean 
disregarded, even though the resulting compounds could be 
utilised for synthesis in various directions (aef 6). As first 
reaction of thio kind the hitherto unknown bromination of the 
ketoacetals was undertaken. Thus, two methods wore elaborated, 
one for the synthesis of otebrono- fi-ketoaldohydes by brorination 
of P-ketoaldehydes in aqueous solution in the presence of 
barium carbonate, and another for the preparntion of othyicne 
acetals of &-bromo- fi-ketoaldehydas ty tromination of the . 
ethylene acetals of fi ekotoaldehydos in ether in the presence 

of barium carbonate. By conlenontinn of Ketrone. fi -ketoaldehy dos 
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Bromination of p-Ke toacetals $00 /19-29-7-49/8 ; 


ASSOCIATION: 


SUBMITTED: 
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with urea, the Qaamino@Seacyloxasoles were obtaineds on 
condensing with thioures and thicamides of acids 2-substitated 
Senoylthiasoles were formed. Thus, it was desonstrated that the 
oebromo~ § ~ketoaldehydes react similarly to &-bromoaldehydes 
4n the reactions under investigation . On tresting ethylene 
acetals of of-bromo- Bp -ketoaldehydos with fb-naphthol in the 
presence of iron chloride and hydrochloric acid Qealkyl-3obromo- 
naphtho=(1,245'y6')-pyryl salte were foraed. Table 1 shows the 
synthesis of the w@-bdromo- fp-ketoaldehydea: 


RoCOeCHBY ae and table 2 the synthesise of the ethylene 
u 


acetals of o-bromo- fiketoaldehydess 
O-8C€ 
, By 
R= CO» CHBr = CB LS 
No - ci, 
There are 27 tables and 15 references, 6 of which are Sovint. 
Moskovskiy gosudarstvennyy universitet (Moscow State University) 


June 5, 1958 
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 5(3) . 80¥/79-29-6-24/01 
AUTHORS: Kochetkor, N. X., Mifant'yev, E. Ye., Sokolov, 8. D. 
"ARON TR em et i lil 
TITLE: Synthesis of Aromatio f-Ketoacetals 
PERIODICAL: Zhurnal obshchey khiaii, 1959, Yol 29, Nr 6, pp 2570-2575 
(UssR) 
ABSTRACT: The P-ketoacetale whioh are mainl obtained from the correspond 


ing P-ohloro-viny] ketones (Ref 1) are recently of aanifold 
use in organio synthesis, whereas compounds of this Class with 
eromatio radicals have nearly escaped notice (Refs 2-5), Quite 
recently, the authore synthesised the ethylene acetal of the 
bensoyl-acetaldehyde (Ref 6), Presently, they carried out the 
synthesis of various aryl<f-ketoacetals using, as initial 
products, the acyl-f-ohloro-vinyl ketones which are now well 
accessible (Ref 7). Three new Tepresentatives of this clase, 
the o-tolyl» and m-tolyl-f-chloro-vinyl ketone, and the n- 
bromo-pheny 1-f-chloro-vinyl ketone, were synthesized. On the 
firet attempts to obtain the acetal of benzoyl-acetaldehyde 
acoording to reference 1, the phenyl-f-methoxy-vinyl ketone (1) 
was formed instead of the expected compound. This was due to 
Card 1/3 the catalytio action of alkali traces left over in the re- 


APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7" 


"APPROVED FOR RELEASE: 09/18/2001 CIA-RDP86-00513R000723510015-7 


Sepia 4 eR a aera 


S0¥/79-29-8-24/81 
Synthesis of Aromatic §-Ketoacetals 


aotion. Therefore, the reaction conditions were altered in 
such a way that in the distillation any traces of alkali were 
excluded by treating the reaction aixture with water, and ex- 
tracting with ether. Thus the acetal of the benzoyl-acet~ 
aldehyde (122) resulted in a 60% yield. More convenient are 
the ethylene acetale of the p-ketoaldehydes which were recently 
synthesised by the authors (Ref 6). From among the representa> 
tives of the aromatic series, only the ethylene acetal of the 
benzoyleacetaldshyde (IV) is described in publications. The 
fact that the cyolic ethylene acetals, which can easily be 
obtained by reaction of P-chloro-vinyl ketones with ethylene 
glycol, are formed by treating both the dimethyl] acetals and 
the alkoxy«vinyl ketones “ith ethylene glycol in the presence 
of alkali, indioates their considerably higher stability. All 
transformations described, which are connected with the in-- © 
vestigation of the stability of the acetals of the benzoyl- 
acetaldehyde, are illustrated in scheme 1. KOH and X,C0, 


(Ref 6) proved to be the agents most useful for condensizg the 

ethylene acetals of the f-ketoaldehydea of the aliphatic 

series. The operational method devised for the synthesis of the 
Card 2/3 first member of the series was further applied to the syn- 
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Synthesis of Aromatio f-Ketoacetals 


ASSOCIATION: 
SUBMITTED: 


Card 3/3 


thesis of the ethylene acetals of the f~ketoaldehydes substi- 
tuted in the aromatio nucleus, using KOB and K,c0, as cone 
densing agents (60-80% yield): 
0-CH, 
ArQ0-Cie CHO] ———» Ar00-CH,-C 
0-CH, 
where Ar « 2, a, 0-CHO.B, B,0-C1C By , n-BrC Hy B-CH,o-CeH. 


The resultant orystalline acetals are stable, in general well 
soluble, and do not color with ferric chloride. There are 
1 table and 14 references, 6 of which are Soviet. 


Moskovakiy gosudarstvennyy universitet (Moscow State University) 


July 3, 1958 
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TITLE: 
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ABSTRACT: 
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“Foghetkor, ‘M. Ka, Ambrush, Ivan, 901/79-29-6-26/81 
’ ede 


Aoyl«pyrasoles. II. Synthesis and Constante of Acidity of 
3-Aroyl-pyrasoles 


Zhurnal obshchey khimii, 1959, Yol 29, Br 8, pp 2578 ~ 2583 
(UssR) 


Previously (Ref 1) the authors presented data concerning the | 
acidity properties of some 3-acyl-pyrazoles, and tried to | 
interpret the nature of these properties. In contrast with 

the earlier conceptions (Ref 1) and A. N. Nesnmeyanov and. 

MN. XK. Kochetkov ie 2), they concluded (Ref 3) from the in- 
frared spectra of the 3-acyl-pyrazoles and their salts that 

the salt formation ie not due to a tautoserisa of the bonds 

in the system of the 3-acyzl-pyrazole, but to the occurrence 

of the acidity properties of the hydrogen of the ring (Schene 1) 
The previously used spectzrophotometric method of determining 
the acidity constants of the $-acyl-pyrasoles permitted the . 
quantitative determination of the acidity, in dependence on 
the nature of the acy] radical. The acidity of the pyrasole 
derivatives and of the nitrogen-containing heterooyoles in 


t a 


fs 
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Aoyl-pyrasoles. II. Synthesis and Constents of Acidity 80¥/79-29-6-26/81 
of 3-Aroyl-pyrasoles 


general has so far not been investigated quantitatively. The 
present paper gives the acidity constants of (1), with sub- 
etituentes in the nucleus, which permit the influence exerted 
by the character of the carbonyl group of the 3-acyl-pyra- 
zolone upon the acidity properties of the latter to be judged. 
The analogs of the known 3-bensoyl-pyrasole (Refs 2,4) were 
synthesized which have a methyl-methoxy- or nitro-group and a 
chlorine atom in para-position of the phenyl nucleus. The . 
synthesis was easily carried out according to the schene 


ATCOCH==CHC] + CHAN, ——> Arco - j =< 
N CH (1) 
So 
: WH 
The yields of Jearoyl-pyrasoles were 40-60%. The constants of 


the acidity diescoiation were deternined from the ultraviolet 
absorption speotra of the 3-aroyl-pyrazoles, at different 
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‘Acyl-pyrasoles. II. Synthesis and Constante of Acidity $01/79-29-6-26/41 
of 3-Aroyl-pyrasoles | 


percentage contents of the medium. It 18 shown that the acidity 
of the S-aroyl-pyrasoles depends on the substituent in the 
phenyl] nucleus, and decreases acoording to the following grada- 
tion scheme: ¥0,>C1># CH, ) CHO. This ie in complete ac- 


cordance with the influence of the same substituents upon the 
dissociation constant of the corresponding para-substituted 
bensoic acids. The results of the spectrums analysis are given 


in 7 diagrams. There are 7 figures, 2 tables, and 12 references, 
7 of which are Soviet. 


ASSOCIATION: Moskovskiy gosudarstvennyy universitet (Moscow State University) 
SUBMITTED: July 3, 1956 


Card 3/3 
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AUTHORS : Senenov HK. N., Shemyeakin, M. M., Kochetkov, N. XK. 
Dirge anes een 


TITLE: Academician Aleksandr Nikolayevich Nesneyanoy.(On His 60th 
Birthday) 


PERIODICAL! Zhurnal obshchey khiail, 1959, Yol 29, Sr 9, 
pp 2611 - 2016 (USSR) 


ABSTRACT: A. K. Nesneyanov {born 9 9.1899 in Moscow) graduated froa 
the Physical and Lathematical Departaent of Moscow University 
-4n 1922, became aon assistant to the well-known chemist H. L. 
Zelinskiy, and later was appointed professor in ordinary 
and head of the Chair of Organic Chenistrys he attained the 
highest degree in 1947, when he was elected rector. He becane 
a member of the Acadeny of Sciences in 194}, and of other 
institutions later on. An outetanding speaker, he has a special 
talent of rendering the most complicated subjects intelligible 
and pleasant. His activities have covered various fields, from 
a great number of problems belonging to elementsl-organic che- 
mistry to the synthesis of valuable new polysers, from theore- 
tical problems of reaction sechanisa ard reactivity tc the 

Card 1/3 introduction of methods of synthesis relating to the compound 
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TARR arene caawee ee ——— 


Academician Aleksandr Nikolayevich Nesmeyanov. s0v/79-29-9-1/76 
(On His 60th Birthday) 


Cara 2/3 


heterooyclioa systens. Atong his nuserous achievecents 

the following deserve first mention: the siaple 

method of synthesizing metal-organic coapounda by the aid 

of sromatic diszocompounds, a method which is still 

regarded as the dest ‘oz the synthesis of arouatic deri- 
vatives of secroury, antimony, arsenic. Thioa method has been 
developed to apply to syntheses of aromatic conpourds of tin, 
gino, thalliun, alusiriig: an well as organonercury-silver 

compounds from compounds of Sn, Pb, As, Sd, Cay T1, and 
others. Renarkable syntheses are the ones yielding fodonius-, bro- 
sf and ohloronium cospounds, and finslly, oxontiua 


“compounds by the arylation of brozo- and chlorobenzene, and 


of diphenyl ether with diazoniua borofluoride. Great iaportance 
has been and still is attached to his investigatiom concerning 
the addition of metala to the unsaturated compounds of the - 
olefin and acetylene series, the exchange of setal atons ir 

the compounds of the above netals containing a fachloroviny] 
radical. Nenmeyanov has developed a new conception of the 
manifold reactivity and displacement of the reaction center 

in the reactions of metal coapounds. His attecpt of solving 
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Fivicas 


Academician Aleksandr Nikclayevich Nesneyanoyv. $0V/79-29-9-1/76 
(On His 60th Birthday) 


the problem cf the aechanisa of electrophilic eubstitution 
on the saturated carbon atom deserves special mention. He | 
investigated the metallocenen, metal-organic cospounds formed 
by the interaction of the s,9,d-electrons of the transition 
metals with the *-electrons of the unsaturated carbun tonds. 
The aromatio nature of ferrovene was proven by numerous re- 
actions. Froz 1938 to 1954, Hesneyanov was the head of the 
Institut organicheskoy khimii AN SSSR (Institute of Organic 
Chemistry AS USSR), from 1954 head of the Institut elenento- 
organioheskikh soyedineaily All SSSR (Institute of Elemental- 
organic Compounds AS USSR); 1946-48, secretary of the Ot- 
deleniye khimioheskikh nauk AK SSSR (Department of Cheaical 
Sciences AS USSR), and since 1951 he is the President of the 
Akademiys nauk SSSR (Acadeny of Sciences, USSR). Since 1947 
he is the chairman of the consittee presiding over the scicnti- 
40 Lenin Prize awards (foraerly called Stalin Prize). He was. 
distinguished with the Lenin Order, the Order of the Red 
Workers* Banner, and the Stalin Prise First Class for acienti- 
fio merits, 
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